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PREFACE 


This book is intended primarily for students of engineering. 
Its purpose is to provide a course in the principles of thermo- 
dynamics that may serve as an adequate foundation for tlie 
advanced study of heat engines. As indicated by the title, 
emphasis is placed on the principles rather than on the appli- 
cations of thermodynamics. In the chapters on . the technical 
applications the underlying theory of various heat engines is 
quite fully developed. The discussion, however, is restricted 
to ideal cases, and questions that involve the design, operation, 
or performance of heat engines are reserved for a second 
volume. 

The arrangement of the subject matter and the method of 
presentation are the result of some twelve years’ experience in 
teaching thermodynamics. Briefly, the arrangement is as fol- 
lows : In the first six chapters, the fundamental laws are 
developed and the general equations of thermodynamics are 
derived. The laws of gases and gaseous mixtures are dis- 
cussed in Chapters VII and VIII, and this discussion is fol- 
lowed immediately by the technical applications in which 
gaseous media play a part. A discussion of the properties 
of saturated and superheated vapors is likewise followed by the 
technical applications that involve vapor media. 

Some of the features of the book to which attention may 
be directed are the following ; 

1. The method of presenting the fundamental laws. In 
this treatment I have followed very closely the development 
in . Bryan’s thermodynamics. The second law is made identical 
with the law of degradation of energy, the connection between 
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derived. By this method of presentation, a deiinite concep- 
tion of the meaning and scope of the second law is obtained, 
and the difficulties that usually surround the delinition of 
entropy are removed. 

2. The discussion of saturated and superheated vapors. 
The experiments in the Munich laboratory and the researches 
of Professor Marks and Dr. Davis have furnished new and 
accurate data on the thermal properties of saturated and sup( 3 r- 
heated steam. In Chapters X and XI a concise but fairly 
complete account of these important researches is given. Kno- 
blauch’s experiments on specific volumes have been eorrehited 
with the experiments on specific heat by means of the Clausius 

relation and equations for the specific heat, 

entropy, energy, and heat content of superheated steam are 
thereby deduced. These results have not hitherto been pub- 
lished. 

3. The discussion of the flow of fluids and of throttling 
processes. The applications of the throttling process are so 
important from all points of view that a separate chapter is 
devoted to them. 

4. The treatment of gaseous mixtures, Chapter VIII. An 
attempt is made to present in concise form the principles and 
methods required in the accurate analysis of the internal com- 
bustion engine. 


6. The note on the interpretation of differential expressions, 
rt. 3. This important topic should be discussed fully in 
calculus, but experience shows that students rarely have a 
grasp of It. In thermodynamics the exact differential has 
extensive applications; hence it seems desirable to include 
a rather complete explanation of exact and inexact differentials 
and their connection with thermodynamic magnitudes. A 

to m,r^ "f artiok should enable the student 

Ugenoraud easl mathe.uatioal discussions with intel- 
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The text is illustrated by numerous solved problems, and 
exercises are given at the ends of the chapters and elsewhere. 
Many of the exercises require only routine numerical solutions, 
but others involve the development of principles. 

References are given to the treatment of various topics in 
standard works and to original articles. It is not expected 
that undergraduate students will make extensive use of these 
references, but it is hoped that instructors and advanced 
students will find them helpful. 

In writing this book I have consulted many of the standard 
works on thermodynamics, and have made free use of whatever 
material suited my purpose. I desire to acknowledge my 
special indebtedness to the works of Bryan, Preston, Griffiths, 
Zeuner, Chwolson, Weyrauch, and Lorenz, and to the papers 
of Dr. H. N. Davis. To Mr. John A. Dent I am indebted 
for assistance in the construction of the tables and in the 
revision of the proof sheets. Mr. A. L. Schaller also gave 
valuable assistance in getting the book through the press. 

G. A. GOODENOUGH. 

Urbana, III., July, 1911. 
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PEINCIPLES OF THERMODYNAMICS 


CHAPTER I 

ENERGY 

1. Scope of Therihodynamics. — In the most general sense, 
thermodynamics is the science that deals with energy. Since 
all natural phenomena, all physical processes, involve manifes- 
tations of energy, it follows that thermodynamics is one of 
the most fundamental and far-reaching of sciences. Thermo- 
dynamics lies at the foundation of a large region of physics 
and also of a large region of chemistry ; and it stands in a 
more or less intimate relation with other sciences. 

In a more restricted sense, thermodynamics is that branch of 
physics which deals specially with a form of energy called heat. 
It deals with transformations of heat energy into other forms 
of energy, develops the laws that govern such transformations, 
and investigates the properties of the media by which the 
transformations are effected. In technical thermodynamics the 
general principles thus developed are applied to the problems 
presented by the various heat motors. 

In this volume the general principles of thermodynamics are 
developed so far as is essential to give a firm foundation for the 
technical applications in engineering practice. The scope of 
the book does not permit a discussion of the methods of inves- 
tigation that are employed so fruitfully in physics and chem- 
istry. 
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ing to rest, that is, in changing its state as regards velocii}^^ 
a bod}^ in an elevated position can do work in changing its 
position; a heated metal rod is capable of doing niechanic.al 
work when it contracts in cooling. In each case some changn; 
in the state of the body results in the doing of work ; hemu;, in 


each case the body in question possesses energy. 

Energy, like motion, is purely relative. It is impossible to 
give- a numerical value to the energy of a system without 
referring it to some standard system, whose energy we may 
arbitrarily assume to be zero. For example, the energy of the 
water in an elevated reservoir is considered witli relerenee to 
the energy of an equal quantity at some chosen lower level. 
The kinetic energy of a body moving with a delluite velocity 
is compared with that of a body at rest on the eartli s surface,, 
and having, therefore, zero velocity relative to the eartli. 1 he 
energy of a pound of steam is referred to that of a pound ol 
water at the temperature of melting ice. 


3. Mechanical Energy is that possessed by a lindy or system 
due to the motion or position of the body or system relativi! to 
some standard of reference. Mechanical kinetic energy is that 
due to the motion of a body and is measured by the product 
where m denotes the mass of the body and v its velo(ut-y 
relative to the reference system. It should be observed that 
j mv^ is a scalar, not a vector, quantity and it must be considered 
positive in sign. Hence, if a system consists of a number of 
masses mg, •••, m^ moving with velocities -Og, •••, •{)„, 
respectively, the total kinetic energy of the system is the sum 


I 4- -f ... -i- | 

independently of the directions of the several velocities. 

The mechanical potential energy of a system is that due to 
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4. Heat Energy. — Heat is tlie name given to an active agent 
postulated to account for changes in temperature. It is ob- 
served that when two bodies are placed in communication, the 
temperature of the warmer falls, that of the colder rises, and the 
change continues until the two bodies attain the same tempera- 
ture. To account for this phenomenon we say that heat flows 
from the hotter to the colder body. The fall of temperature of 
one body is due to the loss of heat, while the rise in tempera- 
ture of the other is due to the heat received by it. It is to be 
noted that the change of temperature is the thing observed and 
that the idea of heat is introduced to account for the change, 
just as in dynamics the idea of force is introduced to account 
for the observed motion of bodies. Whatever may be the 
nature of heat, it is evidently something measurable, something 
possessing the characteristics of quantity. 

In the old caloric theory, heat was assumed to be an impon- 
derable, all-pervading fluid which could pass from one body to 
another and thus cause changes of temperature. The experi- 
ments of Rumford (1798), Davy (1812), and Joule (1840) 
shattered the calorie theory and established the modern me- 
chanical theory, of which the following is a brief outline. 

Heat may be generated by the expenditure of mechanical 
work. Familiar examples are shown in the heating of journals 
due to friction, the heating of air by compression, the develop- 
ment of heat by impact, etc. Conversely, work may be ob- 
tained by the expenditure of heat, as exemplified in the steam 
engine and other heat motors. Joule’s experiments established 
the fact that a definite relation exists between the heat gener- 
ated and the work expended ; thus to produce a unit of heat a 
definite amount of work is required, no matter in what particu- 
lar way the work is done. Heat and mechanical energy are 
therefore equivalent in a certain sense. Either may be produced 
at the expense of the other, and the ratio between the quantity of 
one produced and the quantity of the other expended is always 
the same. The conclusion is evident that heat is not a sub- 
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Heat energy, like meclianical energy, may bo eitlujr of the 
kinetic or the potential form. Denoting the maHS of a mnhs 
cule by in and the velocity by v, the kinetic energy ol the mole- 
cule is wffi. In a given system the iliflerent molccuhis atc 
moving with different velocities and in different directions ; 
nevertheless, the summation 

2 ^ mv^ 

extended to all the molecules of the system gives tla^ tlun-inal 
kinetic energy of the system. If we denote by c“ the mean 
square of the velocities of the molecules, we have 
2 mv^ = I' 


where if denotes the mass of the system. Considerations di;- 
rived from the kinetic theory of gases show that tin! temj)e.ra- 
ture of the system is a function of ; hence, since the kinelle 
energy is directly proportional to 6'^ it follows that the tem])ei’a-- 
ture of a system is a measure of its thermal kinetii; (!nergy. 
Whenever the temperature of a body rises, wo infer that tln^ 
kinetic energy has increased, and that the mean velocity of tin! 
molecules is greater than before. 

Potential thermal energy is due to the relative position of 
the molecules of the system. The addition of heat to a body 
usually results in the expansion of the body. Tin! mohic.uh's 
are moving with higher speeds than before the addition of Iniat, 
and on the whole they are farther apart. To separatt! tlniin 
against their mutual attractions requires the expenditure of 
work; conversely, in coming back to the original conlignra- 
tion the molecules will do work. Hence, the W(')rk expciiided 

in separating the molecules is stored in the system as potential 
energy. 


As long as the body remains in the same state of aggrc'gation, 
the potential energy it is capable of storing is small. Put if a 
body changes its state of aggregation, it may, during tin; i)r<)- 
cess, store a large amount of potential energy. Cnnsidc.r, for 
example, the meltiim of ice. Tn mirm n ..P : t 
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water. The heat is therefore stored as potential energy. In the 
same manner when water is transformed into steam, work is 
done in forcing apart the molecules against their cohesive forces, 
and this work is stored as potential energy. 

5. Other Forms of Energy. — In addition to heat and mechani- 
cal energy, there are other forms of energy that require consid- 
eration. The energy stored in fuel or in explosives may be 
considered potential chemical energy. Electrical energy is 
exemplified in the electric current and in the electrostatic charge 
in a condenser. Other forms of energy are due to wave motions 
either in ordinary fluid media or in the ether. Sound, for 
example, is a wave motion usually in air. Light and radiant 
heat are wave motions in the ether. 

The vibratory forms of energy are neither kinetic nor potential, 
but rather periodic alternations between the two. To illustrate 
this statement, let us consider the motion of a pendulum bob. 
In its lowest position the bob has zero potential energy and 
maximum kinetic energy ; as it rises its velocity decreases ; 
therefore, its kinetic energy also decreases, while its potential 
energy simultaneously increases and reaches a maximum at the 
end of the swing when the kinetic energy is zero. This same 
alternation from kinetic to potential and back occurs in vibrating 
strings, water waves, and, in fact, in all wave motions. 

6. Transformations of Energy. — Attention has been called 
to the generation of heat energy by the expenditure of mechani- 
cal work. This is only one of a great number of energy changes 
that are continually occurring. We see everywhere in every- 
day life one kind of energy disappearing and another form 
simultaneously appearing. In a power station, for example, 
the potential energy stored in the coal is liberated and is used up 
in adding heat energy to the water in the boiler. Part of this 
heat energy disappears in the engine and its equivalent appears 
as mechanical work. Finally, this work is expended in driving 
a generator, and in place of it appears electric energy in the 
form of the current in the circuit. W e say in such cases that 






ing are a few familiar examples of energy traiisformaiioiiH ; 
many others will occur to the reader. 

Mechanical to heat : Compression of gases ; friction; im- 
pact. 

Heat to mechanical : Steam engine ; expansion and c-ontrai;- 
tion of bodies. 

Mechanical to electrical : Dynamo ; electric machine. 
Electrical to mechanical : Electric motor. 

Heat to electrical : Thermopile. 

Electrical to heat : Heating of conductors by mirrent. 
Chemical to electrical : Primary or secondary battery. 
Electrical to chemical : Electrolysis. 

Chemical to thermal : Combustion of fuel. 


7. Conservation of Energy. — Experience points to a gmuu-al 
principle underlying all transformations of energy. 

The total energy of an isolated system remains constant and 


cannot he increased or diminished hy any physical processes 
whatever. 

In other words, energy, like matter, can be neither c.reatiMl 
nor destroyed ; whenever it apparently disappears it has bemi 
transformed into energy of another kind. 


This principle of the conservation of energy was Jirst deli 
nitely stated by Dr. J. R. Meyer in 1842, and ‘it soon ree.dve. 
confirmation from the experiments of Joule on the nuudianie.a 
equivalent of heat. The conservation law cannot bo ])rove( 
by mathematical methods. Like other general prin.uples ii 
piysics, it is founded upon experience and exp(U’iment. S( 
far, It has never been contradicted by experiment, and it uum 
be regarded as established as an exact law of nature. 

A perpetual motion of the first class is one that would sup 
posedly give out energy continually without any corn!s])ondin- 
expenditure of energy. That is, it would create energv Iron 
notimg. ^ A perpetual-motion engine would, therefoiT, give on 
an unlimited amount of work without fuel or other ext.uma 
supply of energy. Evidently such a machine would violate tin 
erva ion law ; and the statement that perpetual motion o 
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tlie first class is impossible is equivalent to the statement of the 
conservation pirinciple at the beginning of this article. 

8. Degradation of Energy. — While one form of energy can 
be transformed into any other form, all transformations are not 
effected with equal ease. It is only too easy to transform 
mechanical work into heat ; in fact, it is one duty of the 
engineer to prevent this transformation as far as possible. 
Furthermore, of a given amount of work all of it can be trans- 
formed into heat. The reverse transformation, on the other 
hand, is not easy of accomplishment. Heat is not transformed 
into work without effort, and of a given quantity of heat only a 
part can be thus transformed, the remainder being inevitably 
thrown away. All other forms of energy can, like mechanical 
energy, be completely converted into heat. Electrical energy, 
for example, in the form of a current, can be thus completely 
transformed. Comparing mechanical and electrical energy, we 
see that they stand on the same footing as regards transforma- 
tion. In a perfect apparatus mechanical work can be com- 
pletely converted into electrical energy, and, conversely, electric 
energy can be completely converted into mechanical work. 

We are thus led to a classification of energy on the basis of 
the possibility of complete conversion. Energy that is capable 
of complete conversion, like mechanical and electrical energy, 
we may call high-grade energy; while heat, which is not capable 
of complete conversion, we may call low-grade energy. 

There seems to be in nature a universal tendency for energy 
to des'enerate into a form less available for transformation. 
Heat will flow from a body of higher temperature to one of 
lower temperature with the result that a smaller fraction of it 
is available for transformation into work. High-grade energy 
tends to degenerate into low-grade heat energy. Thus work is 
degraded into heat through friction, and electrical energy is 
rendered unavailable when transformed- into heat in the con- 
ducting system. Even when one form of high-grade energy is 


substances, the difference being due to tJie neat (leveiopi'd dur- 
ing the reaction. As Griffiths aptly says: “ Eacffi tinui wi'. 
alter our investment in energy, we have tlius to pay a eoinniis- 
sioii, and the tribute thus exacted can never lie wliully reeoviirml 
by us and must be regarded, not as destroyed, but as tlu’owu on 
the waste-heap of the Universe.” 

The terms degradation of energy, dissipation of energy, and 
thermodynamic degeneration are applied by dirfeiamt writers lo 
this phenomenon that we have just described. We may for- 
mally state the principle of degradation of emu-gy as follows : 

Every natural jorocess is accompanied hy a certain deyradaiion 
of energy or thermodynamic degeneration. 

The principle of the degradation of energy denies tlu>. ])ossi- 
bility of perpetual motion of the second class, whieli may l>e de- 
scribed as follows : A mechanism with friction is ine.losed in a 
case through which no energy passes. Let the meehanism bi', 
started in motion. Because of friction, work is converted into 
heat, which remains in the system, since no energy })nsses 
through the case. Suppose now that the heat thus produe.i'd 
can be transformed completely into work ; then the woi’k may 
be used again to overcome friction and the heat thus ])rodueed 
can be again transformed into work. We then have a })e.ri)(!tual 
motion in a mechanism with friction without tlie addition of 
energy from an external source. Such a meelianisni does not 
violate the conservation law, since no energy is ereati'd. It, 
however, is just as much of an absurdity as the perpetual mot ion 
of the first-class because it violates the principle of dcig'raidatiou. 

We shall discuss the degradation principle more at lengt h in 
a subsequent chapter. 

9. Units of Energy. — According to the conservation hi\v, 
the quantity of energy remains unchanged through all trans- 
formations. Hence, a single unit is sufficient for the measure- 
ment of energy whatever its form may be. This unit is furnisluHl 
by the erg, the absolute unit of work in the C. G. S. system, or 

y the joule, which is 10^ ergs. It would save much confusion 
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and annoyance if a single unit, as the joule, were used for all 
forms of energy. Unfortunately, however, the joule is ordina- 
rily used in connection with electrical energy only, and other 
units are used for other forms of energy. The following are 
the units generally employed. 

For mechanical energy: 

1. The foot-pound (or in the metric system, the kilogram- 

meter). This is the unit ordinarily employed by 
engineers. 

2. The horsepower-hour, which is equal to 1,980,000 foot- 

pounds. This unit is most convenient for ex- 
pressing large quantities of work. It should be 
noted that although the word “ hour ” is included in 
the name, the time element is in reality lacking, 
and the horsepower-hour is a unit of work, not a 
unit of power. 

For heat energy : 

1. The British thermal unit (B. t . u.). 

2. The calorie. 

The accurate definition of these thermal units and the means 
employed in establishing them demand special consideration. 

10. Units of Heat. — Obviously heat may be measured by 
observing the effects produced by it upon substances. Two of 
the most marked effects are : (1) rise of temperature ; (2) 
change of state of aggregation, as in the melting of ice or 
vaporization of water. Hence, we have two possible means of 
establishing a unit of heat : 

1. The heat required to raise a given mass of a selected 
substance, as water, through a chosen range of temperature 
may be taken as the unit. 

2. The quantity of heat required to change the state of 
aggregation of some substance, as, for example, to melt a given 
weight of ice, may be taken as the unit. 


20“ a on the same scale. This thermal unit is callodtho 
oalorie, or the small calorie. If the weight of watm- is taken as 
1 kilogram, the resulting unit is the kilogram-oalerio or laigi) 
calorie. This is the iinit employed by engineers. ^ 

The British thermal nnit is defined as heat required to 
raise the temperature of 1 pound of water from bd'" to /''• 

The method of establishing thermal units by the rise ol tem- 
perature of water is open to one serious objoctiini, namely : 
The energy required to raise the temperature oi: water one 
degree is quite different at different temperatures, 'rims^ tlie 
number of ioules required to raise a given mass of water from 

0° to 1° 0. or from b'.)'' to 
100° C. is considerably 
larger than the number 
of joules rwiuire.d to 
raise the same mass from 
40° to 41° G. Ihm curve., 
Fig. 1, shows graphically 
the energy reipiired per 
degree rise of tmn])erii- 
ture from 0° to 100° G. 
It follows that wii may 
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Fig. 1. 


have a number of different thermal units depending upon tlm 
temperature adopted in the definition. By many physicists 
the 15°-calorie is used. This is the heat required to raise the 
temperature of a gram of water from 14|° G. to Idl” G. In. 
recent years there has been a tendency to unite on ihe so- 
called mean calorie, Avhich may be defined as the g- pJii'f ‘>1’ 
heat required to raise a gram of water from 0° G. to 100° G. 
The lT|°-calorie, as defined by Griffiths, is practii'-ally espial 
to the mean calorie. Corresponding to the mean calorie is the 
mean B.t. u., which is of the heat required to raise tlu' 
temperature of one pound of water from 32° to 212° F. 'bhis 
is equal to the B. t. u. at 63-|'°. 


11. Relations between Energy Units. — The relation between 
the joule, the absolute unit of energy, and any of the gravita- 
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hour, is readily derived when the value of the constant g is 
given. By international agreement g is taken as 

980.665 ~ = 32.174 — • 
sec.^ sec.^ 

The second value is obtained by means of the conversion factor 

1 cm. = 0.3937 in. 

Bearing in mind the definition of the erg, we have 
1 kilogram-meter = 98066500 ergs 
= 9.80665 joules. 

Now making use of the relation 1 kg. = 2.204622 lb. and the 
preceding relation between the units of length, we readily find 
the relation 

1 foot-pound = 1.3558 joules, 
or 1 joule = 0.73756 foot-pound. 

The numerical relation between the thermal unit and the 
joule, that is, the number of joules in one gram- calorie, is called 
the mechanical equivalent and is denoted by J. The determi- 
nation of this constant has engaged the efforts of physicists 
since 1843.* 

In this work two experimental methods have been chiefly 
employed : (1) The direct method, in which mechanical energy 
is transformed directly into heat. (2) The indirect method, in 
which heat is produced by the expenditure of energy in some 
form other than mechanical. Usually electrical energy is thus 
transformed. 

The earliest experiments were those of Joule (1843), using 
the direct method. Work was expended in stirring water by 
means of a revolving paddle. From the rise of temperature 
of the known weight of water, the heat energy developed could 
be expressed in thermal units; and a comparison of this quan- 
tity with the measured quantity of work supplied gave imme- 
diately the desired value of J. 

Professor Rowland (1878-1879) used the same method, but 
by driving the paddle wheel with a petroleum engine he was 



to the water, and the influence of various con’ociions was c.ur- 
respondingly decreased. Rowland’s results are jusl.13' given 
great weight in deducing the finally acee[)led valtu' of '/. 

Another result of the highest value is tluit found l>y Rt'v- 
nolds and Moorby (1897). The work, of a lOd horsepower 
engine was absorbed by a hydraulic briike. Walter (oitered 
the brake at or near 0° C. and was run through it at a rali; lliat, 
caused it to emerge at a temperature of about lOO” (h In tliis 
way the mechanical equivalent of the heat lauiuiriid l,o raise tlie. 
temperature of one pound of water from 0'^ to 1t)0” (k was 
determined. 

Of the experiments by the indirect metliod those, of ( Iriflilhs 
(1893), Schuster and Gannon (1(SS)4), and (killeiuhir and 
Barnes (1899) deserve mention. In each set of (;xp(0-linents 
the heat developed by an electric curj-ent wiis nitiasured and 
compared with the electrical energy expended. 

From a careful comparison of the results of the most tiaisl- 
worthy experiments, Griffiths has decided tliat tlui most jiroli- 
able value of Ji& 4.184. Tliat is, taking the 171“ gram-ealorie, 
1 gram-calorie = 4.184 joules. 

By the use of the necessary reduction facdors, wi*, ohlain (ho 
following relations : 

1 kg. -calorie = 426.65 kilogi’am-mel.tu’s. 

1 B. t. u. = 777.64 foot-pounds. 

For ordinary calculations, the values 427 and 77S, la^sj.ee.tlvely, 
are sufficiently accurate. 

In writing some of the general equations of thermodynnmics 
it IS frequently convenient to use the reciprocal of J. ‘ 'I'his is 

denoted by the symbol A ; that is, A = j,. Wo mav regard .4 
as the heat equivalent of work; thus 


1 ft. -lb. = A B. t. u. 

When the horsepower-hour is taken us tlio unit 
have 


of woi’k, wo 


^ __ 1980000 
777.64 


2546.2. 
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Hence, 1 h.p.-hr. = 2546.2 B. t. u., 

a relation that is frequently useful. 

EXERCISES 

1 . If the thermal unit is taken as the heat requii’ed to raise the tempera- 

ture of 1 pound of water from XT'" to 18° C., what is the value of J iu foot- 
pounds? — '.s 

2. In the combustion of a pound of coal 13,200 B. t. u. are liberated. If 
7| per cent of this heat is transformed into work iu an engine, what is the 
•coal consumption per horsepower-hour? 

3 . A gas engine is supplied with 11,200 B.t. u. per horsepower-hour. 
Find the percentage of the heat supplied that is usefully employed. - - b 

4 . In a steam engine 193 B. t. u. of the heat brought into the cylinder 

by each i')Ound of steam is transformed into work. Find the steam con- 
sumption per horsepower-hour. f/. ( 

5. The metric horsepower is defined as 75 kilogram-meters of work per 
second. Find the equivalent in kilogram-calories of a metric horsepower- 
hour. 

6. Find the numerical relations between the following energy units : 

(rt) Joule and B.t. u. 

{!>) Joule and metric h.p.-hr. 

(c) B. t. IX. and kg.-meter 
(jT) h.p.-minute and B.t.u. 

7 . A unit of power is the watt, which is defined as 1 joule per second. 
1 kilowatt (kw.) is 1000 watts. Find the number of B. t. u. iu a kw.-hr. ; 
the number of foot-pounds in a watt-hour. 

8 . A Diesel oil engine may under advantageous conditions transform as 
high as 38 per cent of the heat supplied into work. If the combustion of a 
pound of oil develops 18,000 B.t.u., what weight of oil is required per h.p.-hr.? 
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CHAPTER II 


CHANGE OF STATE. THERMAL CAPACITIES 

12. State of a System. — A thermodynamic system may be 
defined as a body or system of bodies capable of receiving and 
giving out heat or other forms of energy. In general, we shall 
assume such a system at rest so that it has no appreciable ki- 
netic energy due to velocity. As examples of thermodynamic 
systems, we may mention the media used in heat motors : wa- 
ter vapor, air, ammonia, etc. 

We are frequently concerned with changes of state of systems, 
for it is by such changes that a system can receive or give out 
energy. W e assume ordinarily that the system is a homogeneous 
substance of uniform density and temperature throughout ; 
also that it is subjected to a uniform pressure. Such being the 
case, the state of the substance is determined by the mass, tem- 
perature, density, and external pressure. If we direct our 
attention to some fixed quantity of the substance, say a unit 
mass, we may substitute for the density its reciprocal, the vol- 
ume of the unit mass ; then the three determining quantities 
are the tem|)erature, volume, and pressure. These physical 
quantities which serve to describe the state of a substance are 
called the coordinates of the substance. 

In all cases, it is assumed that the pressure is uniform over 
the surface of the substance in question and is normal to the 
surface at every point ; in other words, hydrostatic pressure. 
We may consider this pressure in either of two aspects : it 
may be viewed as the pressure on the substance exerted by some 
external agent, or as the pressure exerted ly the substance on 
whatever bounds it. For the purpose of the engineer, the lat- 
ter view is the most convenient, and we shall always consider the 
pressure exerted hy instead of on the substance. The pressure 
is always stated as a specific pressure, that is, pressure per unit 

15 



pound per square foot. 

The volume of a unit weight of the su])staiiO(i is tlu; Hih'tdjla 
volume. Ordinarily volumes will he expressed in cnhie 
and specific volumes in cubic feet per pound. As it is iiuMjuently 
necessary to distinguish between the sptu!ili(! volunu'. and iln^ 
volume of any given weight of the substance, W(i sliall usi^ v to 
denote the former and V the latter. Thus, in gimeral, v will 
denote the volume of one pound of the substance, T the. vohinie 
of M pounds ; hence 

V= Mv. 

This convention of small letters for symbols denoting (|nanti- 
ties per unit weight and capitals for quiintitie.s assoc, iat.(Ml with 
any other weight M will be followed throughout tbi; book. 
Thus q will denote the heat applied to one pound of gas and Q 
the heat applied to M pounds, u the energy of a unit wi'.igbt of 
substance, U the energy of 31 units, etc. 

As regards the third coordinate, temperature, w(^ shall ac- 
cept for the present the scale of the air thermoimd-tn*. laitm' 
the absolute or thermodynamic scale will be introduciMl. 
While the centigrade scale presents great advantages, the com- 
mon use of the Fahrenheit scale in engineering praetit'.e eomjxds 
the adoption of that scale in this book. 

13. Characteristic Equation. — In general, we may assunu^ 
the values of any two of the three cofirdinates p, r, '.L\ and 
then the value of the third will depend upon vabu'-s of tlu'.se, 
two. For example, let the system be one pound of air inclosial 
in a cylinder with a movable piston. By loading the ])ist ()n w (5 
may keep the pressure at any desired value ; then by t.bc ad- 
dition of heat we may raise the temperature to iiny jjia'dtduu’- 
mined value. Thus we may fix p and T indcipendc.nlly. We 
cannot, however, at the same time give the volume any value 
we please ; the volume will be uniquely determim'd by llu^ 
assumed values oi p and or in other words, c is a funct.iou 
of the independent variables p and T. In a similar maniuu- 
we may take p and v as independent variables, in whic.h case T 
will be the function, or we take v and ^Tas independent ami 
p as the function depending on them. 



cp i;, z ; = u, 

or written in the explicit form 

p=f(v,T). (2) 

The equation giving this relation is called the characteristic 
equation of the substance. The form of the equation must be 
determined by experiment. 

For some substances more than one equation is required ; thus 
for a mixture of saturated vapor and the liquid from which it 
is formed, tlie pressure is a function of the temperature alone, 
while the volume depends upon the temperature and a fourth 
variable exjjressing the relative proportions of vapor and 
liquid. 


14. Equation of a Perfect Gas. — Experiments on the so-called 
permanent gases have given us the laws of Charles and Boyle. 
Assuming these to be fol- 
lowed strictly, we may ^ 

readily derive the charac- ^ 

teristic equation of a gas as 
follows. 

According to the law of — * 

Charles, the increase of 2 

pressure when the gas is 

heated at constant volume is proportional to the increase of 
temperature ; that is, 

p-pQ = h ( 1 ) 

This equation defines, in fact, the scale of the constant volume 
gas thermometer. Charles’ law is shown graphically in Fig. 2. 
Point A represents the initial condition (Pq, point B the 
final condition (y», ^). Then 

CB ~ Pqi AC — t and ^ 


According to Charles’ law, therefore, the points representing 
the successive values of jt? and C with v constant, lie on a straight 
line through the initial point A, and the slope of this line is the 


c 
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constant h Evidently h is independent of p and but it may 
depend iipoii'v; hence we write 

Jc=f(v'). 

Substituting this value of k in (1), wo get 

In this equation i and ^0 are temperatures measun'd from tlu‘, 
Fahrenheit zero ; that is, from the origin 0 (Fig. ^Z). EvidtmlJy 
the difference is independent of the position of the as- 

sumed zero ; hence we may write 

p- T^^f(y), {Z) 

where ^Pand denote temperatures measured from sonu'. lU'w 
zero, aSvSumed at pleasure. Let us (jlioose tliis muv zero stieli 
that T~^ when ^ = 0. This is evidently equivalent to Ihi^ 
selection of a new origin 0’ (Fig. 2) at the inte.rsiic.tion of the line. 
AB with the t-axis. If we now take tlui initial point A at O', 
we have p^ = 0, = 0, and (2) takes the form 

P = Tf(v), 

whence pv=Tvf{v'). (h, ; 

By hypothesis, the substance follows Boyle’s law; that is, the 
product pv is constant when the temperaturi^ T is e.onslant. 
From (3), therefore, the factor vf(v') is a constant ; and denot- 
ing this constant by B we have 

pv = BT, (1) 

which is the characteristic equation desired. 

The name perfect gas is applied to a hypotheti(;al idiial gas 
which strictly obeys Boyle’s law, and the inte,i-nal emu’gy of 
which is all of the kinetic form, and, therefori*,, dej)en(h!nt on 
the temperature only. No actual gas prcuuse.ly fullills l.lu'se 
conditions; but at ordinary temperatures, air, nitrogen, hydro- 
gen, and oxygen so nearly meet the re(|uiremi!iits that they 
may be considered approximately perfect. 

15. Absolute Temperature. — •The zei’o of temporal. uri^ (hdimsl 
in the preceding article is called the absolute zero, and lemj)era- 
tures measured from it are called absolute temperatures. 'Fhe 
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molecules on the containing walls. When this pressure is zero, 
we infer that molecular motion of translation has entirely ceased, 
and this is, therefore, the conditioii at absolute zero. 

The position of the absolute zero relative to the centigrade 
zero may be determined approximately by experiments on a 
nearly perfect gas, such as air. From Eq. (4), Art. 14, we 


have, assuming that the volume remains constant, 



pp) = B 
p^D = BT^, 


whence 

•£2 _ ^ 

Pi ^ 1 ’ 

(1) 

and 

P 2 - Vi 

Pi ~ T, ’ 

(2) 

Let us take as the temperature of melting ice, 

boiling water at atmospheric pressure. Regnault’s 
]nents on the increase of pressure of air when heated 
stant volume gave the relation 

that of 
experi- 
at con- 


p.^ (at 0 C.) 

es) 

Since for the C. scale 



^2-2^= 100, 


we have 

0.3665j»i 100 

(4) 

whence 

= 272.85. 

^ 0.3665 

(5) 


That is, using air as the thermometric substance, the abso- 
lute zero is 272.85° C. below the temperature of melting ice. 
Other approximately perfect gases, as nitrogen, hydrogen, etc., 
give slightly different values for The experiments of 

Joule and Thomson indicate that for an ideal perfect gas, one 
strictly obeying the law expressed by the equation pv = BT, the 
value of IZj would be between 273.1 and 273.14. The corre- 
sponding value on the Fahrenheit scale may be taheii as 491.6 ; 
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denote ordinary temperatures by t and absolute teinperaturo.s 
by we have 

T= t + 273.1, for the C. scale. 
y^=t + 459.G, for the K. scale. 

16. Other Characteristic Equations. — The e(|uaiioii = liT 
gives a close approximation to the changes of siaii'. of I be more 
permanent gases. Other gases, as, for exam[)lc, carbonic, acid, 
which are in reality only slightly superbeat(;d v:i})o]’,s, sliow 
marked deviations from the behavior of the ideally ptn-fcc.l, gas, 
and this equation does not give even a rougli appro.xiinalion to 
the actual facts. 

On the basis of the kinetic theory of gases, van <1(0* Waals 
has deduced a general characteristic equation ii])])licable not 
only to the gaseous but to the liquid state as well. It bas tlu^ 
following form : 


in which B, a, and h are constants wliie,]! (bqxjnd n])on tlio 
nature of the substance. 

An empirical equation for superheated st(!am is 


+ c) = BT-pO -b ap') ( 2 ) 

It will be observed that for large values of T and r, tliat. is, 
when the gas is extremely rarilied, the last term of l)otb mina- 


I 



tioiis l)eeoni(iS small and 
the resulting im| nation aj)- 
proacbes more miarly tln^ 
equation of tbe })erfia'l, gas. 

17. Characteristic Sur- 
faces. — Tbe ebaraet erist ie. 
V e(iuation 

r, 7') = (), 
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by its coordinates and this state is therefore repre- 

sented by a point, on the surface. If the state changes, a 
second point with coordinates jOg, will represent the new 

state. The succession of states between the initial and final 
states will be represented by a succession of points on the 
surface. The point representing the state we will call the 
state-point. Hence, for any change of state there will be a 
corresponding movement of the state-point. 

The surface representing the equation 

pv = BT 

is shown in Fig. 3. For other characteristic equations the sur- 
faces are of a less simple form. 

18. Thermal Lines. — If we impose the restriction that during 
a change of state the temperature of the substance shall remain 
constant, the state-point will evidently move on the character- 
istic surface parallel to the jsu-plane. Such a change of state is 
called isothermal, and the curve described by the state-point is 
an isothermal curve or, briefly, an isotherm. By taking different 
constant values for the temperature, we get a complete repre- 
sentation of the characteristic equation. For the perfect gas, 
the isotherms consist of a system of equilateral hyperbolas hav- 
ing the general equation 

pv = const. (1) 

The restriction may be imposed tliat the pressure of the sub- 
stance shall remain constant during the change of state. The 
state-point will in this case move parallel to the vT'-plane, and 
the projection of the path on the y>v-plane will be a straight line 
parallel to OV, as AB (Fig. 4). The relation between volume 
and temperature is found b}' 
combining the equation -^j jj 



Substituting this value of p in the characteristic. (Miuation, wo 
have 

K=|y. Vi) 

If the substance changes its state at constant volume, the 
state-point moves parallel to the jt^y-p^ano, and tlu; projec.tiou 
of the path on the j!?y-plane is a line parallel to tlio /;-axis, as 
QD (Fig. 4). In the case of a perfect gas, the relation botwooii 
p and T for a change at constant volume is 

f^iT=kT. (,:i) 

Lines of constant pressure are called isopiestic linos ; lines of 
constant volume, isometric linos. 

Besides the cases just given, others are of fiaMpunit (xunir- 
rence, and will be taken up in detail later, dhuis wi; may hav(i 
changes of state in which the energy of tlui systinu rionains 
constant; such changes are called isodynamic. Wo may also 
have changes in which the system neither receives nor gives 
out heat ; such are called adiabatic. 


19. Heat absorbed during a Change of State. — A e.hang(^ of 
state of a system is generally accompanied by the a.l)sorption 



of lieat from external sonre(!s. 
If wo denote by q luait thus 
absorbed per unit wcughl,, \vv, 
may by giving q ])ro])i;r signs 
cover all possible caises ; thus 
-f 5' indicates licat absorbed, — q 
heat rejected; whibi if y — 0, 
we have the limiting adiabatic 
change of statia 


Fig. 5. 


The lieat absorbed mav be 


determined from the (dianges in 
two of the three variables p, r, t that deline the static of the 
system. As we have seen, any pair may be seleetiul as snit.s 
our convenience. For example, let t and r be taken as the 
independent variables, and let the curve AB (Ki.^ ivorescnt 
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this curve to be replaced by the broken line PQR, then the 
segment PQ represents an increment of volume Av with t 
constant and the segment QR an increment of temperature 
AS witli V constant. The rate of absorption of heat along PQ, 
that is, the heat absorbed per unit increase of volume, is given 

by the derivative , the subscript t indicating that t is held 
constant during the process. If the rate of absorption be mul- 
tiplied by the change of volume v, the product Av is evi- 

\dvjt 

dently tlie heat absorbed during the change of state represented 
by PQ. Similarly, the rate of absorption along QR is ( ^) , 

\dtjv 

and the heat absorbed is the product The heat ab- 

sorbed during the change PQR is, therefore, 

^-( 2 ), <’> 


and the total heat absorbed along the broken path from A to 
B is given by the summation 



By taking the elements into which the curve is divided 
smaller and smaller, the broken path may be made to approach' 
the actual path between A and B. Therefore, passing to the 
limit, we have instead of (1) 



( 3 ) 


and for the heat absorbed during the change 


to B 



of state from A 


(^) 


By choosing other pairs of variables as independent, other 
equations similar to (3) may be obtained. Thus, taking t and 



or taking p and v as the independent variables, we liavi; 


dq = 





From (5) and ( 6 ) equations eorrespondiiig to (I) may lx 
readily derived. 


20. Thermal Capacity. Specific Heat. — Of tlus partial (ha-iv- 
atives introduced in the preceding article, two aiai ol, special 

importance, • namely, general, iln; heat 

\dtjv \^tjp 

required to raise the temperature of a laxly one (higreii nixhn’ 
given external conditions is called the thermal capacity. ol the. 
body for these conditions. Hence, if Q denotes the luaiti ab- 
sorbed by a body during a rise of teinperaturi! from to tln^ 


quotient — ^ — 

h “■ 

and the quotient 


gives the mean thennal capacity of the, body ; 

— 9 . ~ — % — the mean tlnnanal e.a])aeit.y 

~ ^i) h “ 


of a unit weight. If the thermal cai)acity varitis with tbi^ tinn- 

<1 


perature, then the limiting value of the (pioticnt 


0 - h 


lat 


is, the derivative gives the instantaneous value of tin! lluu'- 
dt 

mal capacity. Accordingly, we recogni/.e in the', derivative 
the thermal capacity per unit weight of the body under 

at Jv 


the condition that the volume remains constant; and in tine 
derivative the thermal capacity with the pressure eoustant. 

According to the definition of the thermal units ( Art,. 10), 
the thermal capacity of 1 gram of water at 17. (t. is 1 calorie, 
and that of one pound of water at 60 . 6 ° F. is 1 !>. t. n. 

ihe specific heat of a substance at a given ti'injx'i'aturt! t is 
the ratio of the thermal capacity of the substance at ibis tem- 
perature to the thermal capacity of an ecpial mass of wali'r at 
some chosen standard temperature. if we lain', 1 7. A’ ('. 



AitT. X-UJ 


X 1 X . jtliUAT 
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mill ciipacity per -unit weight, then the specific heat c is given 
by tlie reliitiuii 

c = 7/ (oJ^ subtiince) 

7 i 7 . 5 (ot' water) ’ 


Blit lor water 717.5 = 1 ciil. It follows that the specific heat at 
the teniperiitnru t is iminericiilly equiil to the thermal capacity 
of imit weiglit <it tlie siiinc temperfitiire ; thus at 100° C. the 
therniiil capacity of a gram of water is found to be 1.005 cal., 

1.005 cal. 


and the specific heat is—™ 


1.005. Oil account 


7i7.5 1 

of this nuniericiil cipiiility, we imiy consider tliat the derivative 
dt specific heat, as Avell as the thermal capacity. 


It is to bo noted, however, that a specific heat is merely a ratio, 
an iibstrjict number, and it is determined by a comparison of 



ordinate. The resulting curve OM will represent the equation 


q = ./X0: 

and the slope of the curve at any point, as P, will give the de- 
rivative or the specific heat at the temperature correspond- 
ing to P. With constant specific heat the curve 03f is a 
straight line ; if the specific heat increases with the tempera- 
ture, the curve is convex to the ^-axis. 

The heat applied to a substance, as will be shown presently, 
may have other effects than raising the temperature. The 


temparaku-e-. heuce, the yalue of the epcoili.) )ieal a. 1 do « 
tipoii the conditions uudei- which tl.e heat is ahsori,,'.! II Iho 
substance is in the solid or in the li(iuid form, tli.', si.ecilie ii'als ai o 
praoticallT equal. For substances in the gasenii.s Inrn., hnweve.r 
the specific heat mayhayeanyyahio froin - cc to + cc, ili'i.eiiilni" 
upon the external conditions under which the lieat is siii.plied. 


21. LatentHeat. — If the heat added to a sabsiance and the 
temperature be plotted as in Fig. 0, it may liaiipeiMbat, at ecr- 
tain temperatures the curve has diseontinuiiii's. bor ('x:nn])h', 

let heat be applit'd tn iee 
at 0“ F. 'Idle curve, is 
practically a straight line 
until the tenpicraiure .‘Id’ 
is reached, but. at this 
point considerable heat, is 
added witliont any tdiaiigc 
in tcin[)erature. During 
this addition of liea,t, rej)- 
resented liy the. vertical 
segment AB (bdg. 7), the 
state of aggregation 
changes from solid to liquid. As the water receives heat its 
temperature rises, as indicated hy BO^ until the temperat.ure 
212° F. is reached (assuming atmosplierie jire.ssure), where the 
temperature again remains constant during the additinn of ii 
considerable quantity of heat, and the state of aggregation again 
changes, this time from the liquid to ilie gaseous, ddie lamt. 
that is thus added to (or abstracted from) a substaiiee during 
a change of state of aggregation is called latent heat. As 
pointed out in Art. 4, substantially all of the latimt lu'at is 
stored in the system in the form of potential energy. 



The specific heat ^ becomes inilnite during the (.dia 


indicated by AB and CbD, since t— constant. 'Idie volunm ot 
the substance changes, however, and the rate at whieh heat is 
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Is a tlicriual capaoity called the latent heat of expansion and 
denoted by l„. If tlie i)ressiu'e also changes, we have in the 

derivative added per unit change of pressure. 

Tins tliennal (sapacity is called the latent heat of pressure varia- 
tion, and is demoted by Ij,. 

22. Relations between Thermal Capacities. — Introducing the 
symbols and Ij, in equations (?3) and (5) of Art. 19, we 

have 

dq — lydu OydT, (1) 

dq = l,dp + CjAT. (2) 

by means of the characteristic equation of the substance, 
namely, 

v=f{T,p'), (3) 

various relations between the thermal capacities may be de- 

rived. Some' of the most useful are the following. 

From (3) wo obtain by differentiation, 

which substituted in (1) gives 

-• dq — (5) 

Comparing (2) and (5), we liave 

( 6 ) 

' dp 

C ^0=1—. O') 

In the same way, siibstituting 

in (2), and comparing the resulting equation with (1), we 
obtain 


1 -] 
f'V - h Qy ’ 



ing thermal capacities when any one is given l)y (lircM-l. exjx'ri- 
ment, provided the characteristic ccjuation oi the suhsiaiuu^ is 

known, so that the derivatives — y’ etc., (;aii bt; (hiti'rinined. 

For a perfect gas, as an example, is known from expm’iment 

and the ratio - has also been determined. From the tMpiaiion 

of the gas pv = B% we have the partial derivatives 

dv _B dp _ B 

VT~y 


hence from (7) and (9) 


B 


and 


l^ — — — (Cj, — 6’,,). 


( 10 ) 

(ID 


23. Interpretation of Differential Expressions. — In thermo- 
dynamics we frequently meet with expressions of tlni form 

Mdx + miu 

composed of two terms, of which eacli is th(^ diffcrtmtial of a 
variable multiplied by a coefficient, ffilu', two (‘.oel’lie.ie.nts may 
be constants or functions of the two variables involved. 'I'ln^ 
proper interpretation of differentials of this form is lik('h’ to 
present difficulties to the student; we shall, tlunvfon', diwolo 
this article to a discussion of such expressions, tlunr ])i'op(n*li{‘s, 
and their physical interpretations. 

Let us consider first how such differential expri\ssions may 
arise. Suppose we have given the charaeteristic eipiation of a 
substance in the form 

( 1 ) 

by differentiation according to the well-known nietliods of c.al- 
cnlns, we obtain the relation 



( 3 ) 


dp = Mdv + Ndt, 

Bp 

Bv Bt 

III Art. 19 we derived an equation of similar form, namely, 


where Ar= and N— 


^ = ^dv + 

^ Bv Bt 


( 4 ) 


which may likewise be written in the form 


dq = M'dv + N’dt. (5) 

The second members of (3) and (6) are differential expressions 
of tlie form Mdx + Atfy, which we have under consideration. 
Eq. (3) was produced from a known functional relation be- 
tween 2^1 ftnd t, while Eq. (5) was derived directly from 
physical considerations by assuming increments Av and At of 
the independent variables and deducing from them the quantity 
of heat Aq that must necessarily be absorbed. No relation 
between y, n, and t was given or assumed; in fact, it is known 
that no such relation exists ; that is, q cannot be expressed as a 
function of the variables v and t. 

Let us see what is implied by the existence or non-existence 
of a functional relation between q, v, and t. Referring to 
Fig. 5, let A a]id B denote the initial and final states of the 
system. Since p is a function of v and t [_p=f(y, t)], the 
pressures at A and B are determined by the values of T and v 


BT BT 

at those points ; thus for a perfect gas, pi = ^ and p^= 

Hence, tlie ciiange of pressure ~~ Ih passing from Ato B 
is fixed by the points A and B alone and is independent of the 
path between them. Similarly, if there is a functional rela- 
tion between q^ v, and t, that is, ii q — (w, t), we shall have at 

A, qi = (f)(v^, at B, <72 = ^(^ 2 ’ '" 2 )' Therefore, the heat 
absorbed in passing from A to B will be 


% - <li = ^ (^ 2 ’ ^2) ~ ^ ^1)’ 

and this will be determined by the points A and B alone. On 
tile other hand, if the heat absorbed by the system depends 
upon the path between A and B, there can be no relation 



q = (/)('£;, t'). As a matter of fact, the lieat absorbed is tlilleri'iit 
for different paths between the same initial and linal Htates ; 
hence it is not possible to express q in terms of v and t. 

The conclusions just given may be stated in gtsiusral ie.rniH as 
follows. Given an expression of the form 

' du^3Idx-{-N<h/, (<) 

where the coefficients M and iV are funoiions <d’ x and //, (hero 
mayor may not exist a functional relation bidAVtum n and the 
variables x and y. If u is a function of x and y/, say ii • ■ //), 

then the change in u depends only on tin; initial and linal 
values of x and y and is independent of the path, 'riiis ehang(i 
is found from (T) by integration ; thus 



In this integration no relation betwecm and y is rocininMl, for 
since Mdx-^-Ndy arises from differentiating the funelion 
(x, y), the integral must be ^ (x, y). In this eas(i d/f/.r + 
is said to be an exact differential. 

As an example, consider the ecpiation 

du = ydx. + xdy. 

Since ydx xdy is produced by the differentiation of the prod- 
uct xy, we have the relation 

u=zxy^ 0, 

whence = x^y^ - x^y^ 

The change of u is represented by the slnubul area ( Fig. S), 

and is evidcmtly not dep(m(h‘nt 
upon the path lad winui (he points 
(«!, y^) and ( .r„, //.,). 

If, however, no fumdional rela- 
tion exists btd w(MMi ami I hi' 
variables x and y, then J/f/.r 4- 
Ndy is said to be, an inexact 
differential. In this ease a, valm; 



sinned ; in otlier words, the value of u depends upon the path 
between the initial and linal points. For example, let 
du = ydx — 2 xdy 

and let the initial and final points be respectively (0, 1) and 
(2, 2). No function of x and y can be found which upon 
differentiation will produce this differential. If we choose as 
the path between tlie end points the straight line y = a; + 1, 
we have (since dy = \ dx)^ 

"b ^)dx — xdx] = 1. 

If we take as the path the parabola y = | -1- 1, we have 

u = ^ ~ x^dx'] ~ 0 . 

The dependence of the value of u upon the path assumed is 
evident. 

The test for an exact differential is simple. If the differential 
du = Mdx -f Ndy is exact, then u must be a function of x and y, 
say /(a;, y). By differentiation, we have 


7 3m 7 , Bu 7 

du = -~-dx-\ dy. 

Bx By ^ 

Hence M and N must be, respectively, the partial derivatives 

^11/ ^IJb 

and • By a well-known theorem of calculus, we have 
ox By 


that is. 


3 f 3m\ _ 3 f 3m Y 
By\3xJ 8x\8yJ’ 

By Bx 


If relation (9) is satisfied, the differential is exact ; otherwise, 
it is inexact. 


As an example, we have from the differential ydx — 2 xdy, 

= 1, -K— _2 ; therefore, the differential is inexact, as was 
By Bx 

shown in the preceding discussion. 

In thermodynamics we meet with certain functions that de- 
pend only upon the coordinates p, v, T of the substance under 
consideration. From purely physical considerations the energy 



UHAiNU-Jli wr OXXV.J.JU. 


(See Art. 26.) Hence if u is expressed in tonnH of two of 
these coordinates as independent variables, thus, 
du^Mdv-{-NdT, 

we know at once that du is exact and we can write 

JVw = 1*2 "■ % ~f (yv ^ 2 ) ~f ('^h’ )* 

from the test for an exact differential we must 
have the relation 

M”. 

JT dv ' 

By making use of this test when the differential is knowm to 
be exact, many useful relations are deduced. 

We have also magnitudes that depend upon tlu^ (;or)i’dinat«'s 
and also upon the method of variation ; that is, upon the patln 
The heat q absorbed by a system in cluuiging stahe is one of 
these. If again we choose v and T as the indepemhmt variabh'.s, 
we may write 

dq=^M'dv^N'dT', 

but since dq is not exact, we cannot write 
^^dq = q^-q^. 


EXERCISES 

1 . Regnault’s experiments on the heating of c(n‘tain li<iui(ls art! ('X- 
pressed by the following equations : 

Ether q = 0.529 t + 0.00029(5 fl, ~ 2l)'> to q- 'M)" ( '. 

Chloroform q = 0.2:32 i + O.OOOOoO? i‘\ ~ ;50‘> to q- (iO'^ (!. 

Carbon disulphide 5= 0.2:35 t + 0.0000815 (-, ~ ‘Mf to -1- 'lO" 

Alcohol q = 0.5476 t + 0.001122 0.()()()0022 /■', - 2:5 ’ lo q- (5(1 ’ (h 

Eiom these equations derive expre.SRions for tlui .sjx'oifii; heat., and for 
each liquid find the specific heat at 20° C. 

^ 2. From the data of Ex. 1, find the mean heat ca]i!i(uly of eilier liel\vi>on 

0° and 30° C. Also the mSan heat capacity of alcohol bct\v('en 0" and 50 ' (’. 

3. If the thermal capacity of a substance at tein]>ci'ature i is given by 
the relation 


y = rt q- q.. ct\ 
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4 . Ill the investigation of the properties of gases, it is convenient to 
draw the isothennals (T = const.) on a plane having the pressure p as the 
axis of abscissas and the product pu as the axis of ordinates. Show that 
the isothennals of a perfect gas are straight lines iiarallel to the p-axis. 

5 . Show on the py-/; plane the general form of an isothermal of super- 
heated steam, the characteristic equation being 

p(u -I- c)=Br-p(l -H ap)^. 

As an approximate equation for superheated steam, the form 
p(v -t- c)=BT, 

has been suggested by Tumlirtz. Show the form of the isothermal when 
this equation is used. 

6. Derive relations between c^„ c„, Ip, and U, similar to those given by 
Lq. (lU) and (11) of Art. 22, using van der Waal’s equation 


V —b 

as the characteristic equation of the gas. 

7 . For a perfect gas, as will be shown subsequently, the thermal capacity 
k is Ap(A = J-). Show that Cp - c„ = AB ; also that lp= - Av. 

8. Test the following differentials for exactness : 

(a) v//p -I- npdv. 

(b) VUip -f npv’^~hliu 

(c) np(n -I- 1) ^1 + ^ p) (1 + ap)dp. 

9. Find the function u — f{p, T) which produces the differential (c) 
of Ex. 8. 

flT r 

10. The differential [c'{\ — x)-\- ~dx, which appears in the 

discussion of vapors, is known to be exact, c' and c" may be taken as con- 
stants, while r is a function of T. Apply the test for exactness and thereby 

deduce the relation c" — c' = 

dL r 

11 . For perfect gases, dq = c„dT + Apdv. (See Ex. 7, and Art. 22.) 
Making use of the characteristic equation pv = BT, show that while dq is 

not an exact differential, is an exact differential. 

' m 
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CHAPTER III 


THE FIRST LAW OF THERMODYNAMICS 

24. Statement of the First Law. — The first law of Thermo- 
dynamics relates to the conversion of heat into work, and merely 
applies the principle of conservation of energy to that process. 
It may be formally stated as follows : When work is expended 
in producing heat, the quantity of heat generated is proportional to 
the work done, and conversely, when heat is employed to do work, a 
quantity of heat precisely equivalent to the work done disapqoears. 

If we denote by Q the heat converted into work and by W the 
work thus obtained, we have, therefore, as symbolic statements 
of the first law, 

W= JQ, or Q = AW. 

25. Effects of Heat. — When a thermodynamic sj'-stem, as a 
given weight of gas or a mixture of saturated vapor and liquid, 
undergoes a change of state, it in general receives or gives out 
energy either in the form of heat or in the form of mechanical 
work. These energy changes must, of course, conform to the 
conservation law. Suppose in the first place that the system is 
subjected to a uniform external pressure and that during the 
change of state the volume is decreased. Mechanical work is 
thereby done upon the .system, or in other words, the system 
receives energy in the form of work. At the same time heat 
may be absorbed by the system from some external source. 
Denoting by ATT the work received and by AQ the heat 
absorbed, the increment AZ7 of the intrinsic energy of the 
system is given by the relation 

AU^JAQ + AW. (1) 

Ordinarily we take the work done by the system in expanding 
as positive ; hence the work done on the system during com- 

• • I • T yH N J_ 1 J_1 _ J? 
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that is, the increase of energj of the system is (siiial to (ivii 
energy received in the form of heat less the energy given to 
the snrronndiiig systems in the form of work. Wv, may also 
write (2) in the form 

JA(? =A?7-F AV, (3) 

and interpret the relation as follows. Tlie In^at absorbed by a 
substance is expended in two ways : (1) in ine.reasing the 
intrinsic energy of the substance ; (2) in tlie perrormane.ii of 
external work. 

Equation (3) is the energy equation in its most gmieral form. 
Any one of the three terms may be positive or ne.ga,tivi',. Wi5 
consider A ^ positive when the system absorbs lusit., m^gat ive 
when it gives out heat ; as before stated, A IV is ])osi( iv(! wlii'ii 
work is done the system, negative wlum work is doin', mi (he 
system; A C/" is positive when the internal energy is ine.reased, 
negative when the energy is decreased during the ehange of 
state. 

26. The Intrinsic Energy. — Tlie increase A /.^if llie in( rinsie, 
energy is, in general, separable into two parts: (1) 'I'he in- 
crease of kinetic energy indicated by a rise of temiierature, of 
the system. As we have seen, this is due to an ine,re;ise in the 
velocity of the molecules of the system. (2) 'Phe increase of 
potential energy arising from the increase of volume of the 
system. To separate the molecules against their mutual al li'ae- 
tions, or to break up the molecular structure, as is done in 
changmg the state of aggregation, reipiires work, and this 
work is stored in the system as potential energy. 

The energy U contained in a body depends' upon the slate 
of the body only, and the change of energy dim to a change 
of state depends upon the initial and linal' states only. In 
Fig. 9, let A represent the initial, and B the linal s(a.te‘. Th.' 
point B indicates a definite state of the body as regaials ])res- 
sure, volume, and temperature. Now the. temperature indi- 
cated by B fixes the kinetic energy and the voliiim' at B 
determines the potential enerfru, n,.. 
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to B. Whether we pass by the 
path m or the path w, we have the 
same volume and temperature at B 
and therefore the same total energy. 

Since XI is thus a function of the 
coordinates only, it follows that d IT 
is always an exact differential. 

Choosing T and v as the inde- 
pendent variables of the system, 
we may express 27 as a function of these variables. We have, 
therefore, ?7=/(7^, v), 

whence dU —^^dT +^^dv. 

dT dv 

d TJ 

The term increment of energy due to the in- 

5 TJ" 

crease of temperature The factor-^ is the rate at which 

the energy changes with the temperature when the volume 

remains constant. Hence change of energy due 

merely to the rise of temperature, that is, it is the change 

of kinetic energy. The term -—dv is the change of energy 

Bv 

due merely to the change of volume with the temperature 
constant ; it is, therefore, the work done against molecular 
attractions, the work that is stored as potential energy. For 
a substance in which there are no internal forces between 
the molecules, the energy is independent of the volume, that 

is, = 0, and therefore the term J-dv is zero. 

Bv ^v 

27. The External Work. — In nearly all cases dealt with in 

applied thermodynamics, the external work ATF is the work 

done by the system in expanding against a uniform normal 

pressure. A general expression for the external work may 

be deduced as follows. Let AJ7 denote an elementary area 

on the surface inclosing the system and suppose that during 



Fig. 9. 
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normal pressure per unit area, the 'work done a^iifainst iliis 
pressure is for this one element 

p^F■8. (.1) 

When all the elements of tlie surface are takum, iho exjires- 
sion for the work is 

ATf=pS.sA.F. (-) 

But evidently if s be taken suriiciently small, hlxA/'’ is (ho 
increase of volume AF”; hence we may write 

ATf=pAl^ (d) 

from which we have 

'pdV (I) 

for a change of volume from F[ to J ^ 

The external work for a given change of state is n'jjrosonicd 
graphically by the area between the proje.eh.iou of (he. path 
of the state-point on the j?F-plane and the F-axis. d’lnis in 
Fig. 10, let the variation of pressure and volunu^ Ix^ ri'jjn'Hiud.ed 
by the curve AJ5; this is the projection on the I ''-plane, of (ho 
actual path of the state-point on the eharael,(U‘istie, surhiee. 
The area under AB is clearly given by tin; integral 

i|;pAr=py,rr; 

hence, it represents the work done by the system in ])assing from 
the initial to the final state according to the givam hiw. 

The geiuu’a,! {uun’gy (spia- 
tioii (;i), Art. 25, may now be 
writtcji in tlu^ form 

JAg=Af7-j-/^AJ: ( "0 
or using the differential nota- 
tion, in the form 

JdQ = dlJ p il ]". (d) 

For a unit weight of tlu; sub- 
stance, Ave have 

Jdq = du -p pdv. ((• n) 



Fig. 10. 


by the subscripts 1 and 2, respectively, we have 

u,- 

whence J'Q= U^— Uj^+CpdV (1) 

It sliould be noted carefully that since the energy U depends 
only upon the state of the system and not upon the process of 
passing from the initial to the final state, the change of energy 
may be written at once as the difference U^— XI^ The external 
work 

is evidently dependent upon the path of the state-point between 
the initial and final states. See Fig. 10. Hence the sum of 
the change of energy and external work, that is, the lieat added 
to the system, must also depend upon the path. It follows 
that is not an exact differential, and we cannot write 

— Q2 Qi- 

In other words, we cannot properly speak of the heat m a 
a body in the state 1 or the state 2 ; we can speak only of the 
heat imijarted to the body during the change of state with the 
reservation, stated or implied, that the quantity thus imparted 
depends upon tine way in which tlm state is changed. For con- 
venience we shall denote by imparted to the sys- 

tem in passing from state 1 to state 2 ; and likewise by TFjg the 
corresponding external work done by the system. 

29. Energy Equation applied to a Cycle Process. — Let a sys- 
tem starting from an initial state pass through a series of pro- 
cesses and finally return to the initial state. The ]Dath of the 
state-point on the characteristic surface is a closed curve in 
space and the projection of the patli on the p F^j^lane is a closed 
plane curve. See Fig. 11. Let A represent the initial state; 
then in passing from A to B the external work done by the 
system is 

p dV (along path m). 


40 


THE FIRST LAW OF THERMODYNAMK’S [chai’. hi 


which is represented by area AiAniBBi^ whi](3 in jKis.sing' from 
B back to A along path n the external work is 

p dv= (along patJi 


and this is represented by area Bj^B)iAAi. llciuu'. tlic luit 
external work done by the system is rcprcsentc'.d by tlui area 

inclosed by the eurvii of the 
cycle. 

Since tlio energy f' of tlu; 
system depends npon tlie si ate 
only, the change of emu'gy fur 
the cycle is 

U, - U, = 0, 



0 


Fig, 11. 


■V 


and tlie eiiergy 
dnces to 


(sjuation 


re- 


JQ = W. 


That is, /or a closed cycle of processes^ the heat imparted to the 
system is the equivalent of the external wor/r, and bulb are repre- 
sented graphically by the area of the cycle on the jH’‘-])lam'. 


30. Adiabatic Processes. — When a system in changing its 
state has no thermal communication with other ixxlies and 
therefore neither absorbs nor gives out heat, tlui cliange of 
state is said to be adiabatic. In general, adiabatic, changers ar(', 
possible only when the system is inclosed in a non-ciondm^ting 
envelope. Rapid changes of state are approximately adiabat ic., 
since time is required for conduction or radiation oflieat ; thus 
the alternate expansion and contraction of air during the ])as- 
sage of sound waves is nearly adiabatic; the How o'f a gas or 
vapor through an orifice is practically an adiabatic lu'oce.ss. 

For an adiabatic change, the term JQ of the energy e(iuation 
reduces to zero, and we have, consequently, 


or 


■ (n 

During an adiabatic change, therefore, tlie ejcteriiiil wm-h- 
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The projection on the pK-plane of the path of the state-point 
.nring an adiabatic change gives the adiabatic curve. See Fig. 
2. The area A-^ABB^ represents the work of the system 
nd from (1) it represents also the decrease of the intrinsic 
nergy in passing from state 1 
epresented by A to state 2 
epresented by B. Making 
[se of this principle, we can 
rrive at a grax^hical represen- 
ation of the intrinsic energy 
'f a system. Suppose the 
.diabatic expansion to be con- 
inued indefinitely; the adia- 
'atic curve AB will then 
pproach the F^axis as an 
symptote, and the work of the expanding system will be 
epresented by the area A^A oo between the ordinate A-^A^ the 
xis OF”, and the curve extended indefinitely. The area A-^Aco 
epresents also the change of energy resulting from the expan- 
ion. Hence if we assume that the final energy is zero, we have 




Z/j — 0 = area A-^A oo, 

r” 

or — area AiA pdV. 

It is instructive to compare 
the adiabatic curve with the 
isothermal. When the two 
curves are projected on the 
y)F-plane, the adiabatic is the 
steeper. See Fig. 13. This 
follows from the fact that dur- 
ing adiabatic expansion the 


nergy decreases and as a result the temperature falls ; hence 
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On the other hand, the area under tlie indclinitidy (‘xtuiidiMl 
isothermal is infinite. 

31. Isodynamic Changes. — If tho intrin.sii; eiuirfry of tlie 
system remains unchanged during a changii of sial.e., the (■.li;uig(! 
is called isodynamic or isoenergic. In tliis case iht! (Oiergy 
equation reduces to the form 

For perfect gases, the isodynainic curve is also the isotlmnnal, 
but for other substances this is not tho case. 

32. Graphical Representa- 
tions. — 'The thnu) inagiiitudcs 

‘'’'(tir- 
ing into tlie emii’gy (S|ua(iou 
can 1)0 represented gi’aphically 
by areas on tlie jW-phine, 
Suppose tho change of state 
to bo represented by the curve 
m botwcon tho initial ])oint 
and iinal point B (Fig. M ). 
Lot adiabatic liiu's be drawn 
through A and B and 
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Fig. 14, 
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tended indefinitely; then from preceding considerations we have 
Fi 2 = area 

= area A-^A oo , 

C/g = area B^B 00 . 

Hence, U^- 

= area A-^ABB^ -f area B^B co — a.rea j.-L xi 
= area AB oo . 


Taut IS, the heat imparted is represeiUcd on the h„ the 

area included between the path and two indelinUcIi/ r.rtn„led 'adia- 
batm drawn through the initial ami final points, res, noth. eh,. 

‘■‘'‘"Ivinmiic l.n drawn, 
o i a i 0 Int tliii iniUdiiiilcly 

xtended adiabatic Geo be drawn. Then the eiieixy ip >'1 tlie 
system m state 0 is equal to G,, and, therefore, “ 
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It should be noted that the 
area representing — L\ is 
not influenced by the path m. 

A second graphical repre- 
sentation is shown in Fig. 15. 
Through the initial point A 
an isodynamic line is drawn, 
and through the linal point B 
an adiabatic is drawn, the two 
lines intersecting at point (7. 
We have then, denoting the 
energy in the state C by Z/g, 



Z7g = area 


U,=^ U, 


— area A^ABB^, 

JQ^,^ = Wi 2 -t- C72 - Z7i = area A^ABQQ^. 

As before, the change of energy is independent of the path w, 
wliile both the external work and the heat imparted depend 
upon the form of qu. 


EXERCISES 

1. Show that the energy equation may be Avritten in the form 




(Iv, 


and that consequently the derivative 


must be equal to Jcy. 

dTj. 


2. If the energy of a substance is independent of the volume, show that 
the energy equation reduces to the form 

Jdq = Jc^dT pdv. 

3. Using the method of graphical repi’esentation, show by ai’eas (Qio, 
U'i — U\, and Wn (a) for a change at constant pressure, (h) for a change at 
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7. Apply the general energy equation to the. i)roc(!HM of ohaiigiiig ioc ; 
32° F. to water. What is the effect of greatly increasing the pres.surc. n 
the ice during the process V 
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CHAPTER IV 

THE SECOND LAW OF THERMODYNAMICS 

33. Introductory Statement. — Wliile tlie first law of tliermo- 
ynamics gives a relation that must be satisfied during any 
iiange of state of a system, and of itself leads to many useful 
3sults, it is not suliicient to set at rest all questions that may 
L’ise in connection with energy transformations. It gives no 
idications of the direction of a physical process ; it imposes no 
mditions upon the transformations of energy from one form to 
lother except that there shall be no loss, and thus gives no in- 
Loation of the possibilities of complete transformation of dif- 
U'ent forms; it furnishes no clue to the availability of energy 
)r transformation under given circumstances. To settle these 
uestioiis a second principle is required. This principle, called 
le second law of thermodynamics, has been stated in many ways. 
1 effect, however, it is the principle of degradation of energy, 
ist as the first law is the principle of the conservation of 

There are conceivable processes which, while satisfying the 
jquirements of the first law, are declared to be impossible be- 
luse of the restrictions of the second law. As a single ex- 
nple, it is conceivable that an engine might be devised that 
‘ould deliver work without the expenditure of fuel, merely by 
sing the heat stored in the atmosphere; in fact, such a device 
as been several times proposed. The first law would not be 
Lolated by such a process, for there would be transformation, 
ot creation of energy; in other words, such an engine would 
ot be a perpetual motion of the first class. Experience shows, 
owever, that a process of this character, while not violating 
le conservation law, is nevertheless impossible. The statement 


34;. Availability of Energy. In Art. 8 was noto.d l.hti disliiu;- 
tion between various forms of energy with respect to iluj pos- 
sibility of complete conversion. We shall now consider the 
point somewhat in detail. 

Mechanical and electrical energy stand on the same fooling 
as regards possibility of conversion; either can be e,omj)h5tely 
transformed into the other in theory, and nearly so in })i a( tita.. 
Either mechanical or electrical energy can be (!omphd,e.ly t.rans- 
formed into heat. On the other luuid, e.vpei-iemie shows iliat 
heat energy is not capable of complete convea’siou into nuuduui- 
ical work, and to get even a part of heat energy translormeil 
into mechanical energy, certain conditions must be satislle.d. 
As a first condition, there must bo two bodi(is of dilTe.nmt le.m- 
perature; it is impossible to derive work from the lie.at. of a body 
unless there is available a second body of lower timipe.ral-iire,. 
Suppose we have then a source S at temperature 'I\ and a re,- 
frigerator at lower temperature how is it possil)le. to 
derive mechanical work from a (juantity of heat muu’gy stored 
mS? If the bodies /S' and R are placed in contact., the lusit 
will simply flow from S to R and no work will bt'. obtained. 
Hence, as a second condition, the systems /Sbuid 7i must bt^ ke.})t 
apart and a third system M must bo used to eonvi\y oinu'gy. 
This third system is the working fluid or medium. In the, Ht(sim 
plant, for example, the boiler furnace is tlui soiircu) /S', tlui e.on- 
denser is the refrigerator R at a lower temperature, and flui 
steam is the medium or working fluid M. Tlu5 miMlium M 
is placed in contact with S and receives from it heat it then 
by an appropriate change of state (expansion) gives up emu’g'y in 
the form ,of work, and delivers to R a quantity of heat 
smaller than the difference — Q.^ being the lusit trans- 
formed into work. The details of this process will be given in 
following articles, where it will be shown that in no other way 
can a larger fraction of the heat be transformed into wm-k. 

The part of the heat that can he thus transformed into work, 
that is, Q-j^— is the available part of Q^; and the pari that 
must be rejected to the refrigerator and which is of no furtluu’ 
■ .... . . n. - (X 


cal work. In general, the term availability signifies the fraction 
of the energy of a given system in a given state that can be 
transformed into mechanical work. 

In Art. 8 attention was called to the apparent tendency of 
energy to degenerate into less available forms. We have now 
to investigate this point somewhat closely in connection with 
reversible and irreversible changes of state. 

35. Reversibility. — The processes described in thermo- 
dynamics are either reversible or irreversible. A process is 
said to be reversible when the following conditions are fulfilled : 

1. When the direction of the process is reversed, the system 
taking part in the process can assume in inverse order the 
states traversed in the direct process. 

2. The external actions are the same for the direct and re- 
versed processes or differ by an infinitesimal amount only. 

3. Not only the system undergoing the change but all con- 
nected systems can be restored to initial conditions. 

A process which fails 
to meet these require- 
ments in any particular 
is an irreversible pro- 
cess. The following 
examples illustrate the 
above definitions. 

(1) Suppose a con- 
fined gas to act on a 
piston, as in the steam 
or gas engine. See 
Fig. 16. If A is the 
piston area, the pres- 
sure acting on the face 
of the piston is pA, 
and for equilibrium 
this pressure must be equal to the force F. If now we assume 
the force pA slightly greater than F, the piston will move 
slowly to the right and the confined gas will assume a siicces- 



TJtlJli oJiiuUlNJJ JjAVV xxxiumvivyi-' iiN/xivjLiv o h haj'. iv 




sion of states indicated by the curve AB, If at tlie .state; B 
the motion is arrested and B is made inhnite.simally .L,n-t;a.t(;r 
than for all positions of the piston, the series of .stat(;s from 
jB to J. will be retraced and the .system (tin; eonlhie.d ^as in 
this case) will be brought back to its original slate; \vithe)ut 
leaving changes in outside bodies. The rever.se;el j)re)e‘,e;.ss is 
accomplished by an infinitely small moelification of tin; (;xternal 
force F. The process is therefore reversible. 

(2) Let the force F be removed entirely. Then the; piste);; 
will move suddenly and the confined gas will be thi‘e)wn i)ite) 
commotion. When the gas finally attains a state e)f tlie;rmal 
equilibrium with the volume Fg’ state will be; re;p;-i;.se;)iteel 
by some point as B’, No path can be elrawn be;twe;e;n A anel Ji' 
because during the passage from ^ te) B' the gas is ne)t in 
thermal equilibrium, and its state at any insta)it cannot, t.lie;re- 
fore, be determined. Evidently, there;fe)r(;, the ga,s e;a.n)i))t la; 
returned to state A by rever.sing in all particnlai\s the; elie'es-t 
change from A to B'. It can be returneel te) state A, lie)we;ve'i', 
in the following manner : A force F, slightly greate;r tha;i 
is applied to the piston and the gas is thus ee);npr(^.sse;el slowly, 
the successive states being indicated by the eurve; B'A', say. 
Then the gas in the state A' is cooled at the; e;e)nsta)it volume 


until the original state A is attaineel. d’he reste))’atie);i e)i 
the gas to its initial state has, however, left change's i;; e)(he'r 
bodies or systems. Thus the work of eomp;'c.ssie);i fivan B' to 
A' must be furnished from one external boely, ami the heat 
given up by the cooling from A! to A must be; abse)rbe;el by 
another external body. The free expansion e)f the gas i^ 
therefore, an irreversible process. 

It IS easy to see that the flow of a fluid t]i)-e)ngh ;;;i eu-ilieeo 
from a region of high pressure to a regie)n of low in-i'.ssure; is 

essentially equivalent to the irreversible exi)a;isio)i just de- 
scribed.^ Such cases are of frequent occurrenci; i;i technical 
applications of thermodynamics. The flow of litpiid aiu)no;iia 
through the expansion valve of the refrigerati.ig machi;ie may 
be cited as an example. 
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and bearing due to tlie conversion into heat of the work of 
overcoming friction. A complete reversal of this process would 
involve turning the shaft in the opposite direction by cooling 
the bearing. 

(4) Tlie conduction of heat from one body to another is an 
irreversible process. There must be a temperature difference 
to produce the flow of heat, and heat of itself will not flow in 
tlie reverse direction ; that is, from the colder to the hotter 
body. If, however, we take the temperature difference A 7 in- 
definitely small and let the transfer take place very slowly, the 
process can be reversed by changing the sign of AIT. Hence 
we can conceive of reversible flow as the ideal limiting condi- 
tion of the actual irreversible flow. 

Strictly speaking, there are no reversible changes in nature. 
We must consider reversibility as an ideal limiting condition 
that may be approached but not actually attained when the 
processes are conducted very slowly. 

36. General Statement of the Second Law. — According to 
the first law, the total quantitj’- of energy in a system of bodies 
cannot be increased or decreased by any change, reversible or 
irreversible, tliat may occur within the system. It is not, how- 
ever, the total energy, but the available energy of the system 
that is of importance ; and experience shows that a change 
within the system usually results in a change in the availability 
of the energy of the system. 

It may be considered as almost self-evident that no change 
of a system whiob will take place of itself can increase the 
available energy of the system. On the other hand, experience 
teaches that all actual changes involve loss of availability. Con- 
sider, for example, the flow of heat from a body of temperature 
to another at temperature T^. For the flow to occur of it- 
self we must have and as a result of the process there 

is a loss of availability. To produce an increase of availability 
would require to be greater than ; in that case, however, 
the proce.ss would not be possible. In the limiting reversible 



UiiC \V XiJLg w „ ***N^*-., ... _ 

of energy, are based entirely on expericn(;e: 

I. No change in a system of bodies that can take glace of itself 
can increase the available energy of the system. 

II. An irreversible change causes a loss of aoaita.hllif g. 

III. A reversible change does not affect the aeailabilitg. 

These statements may be regarded as fundaineulal naf.nral 
laws underlying all physical and chemical cliang(^.s. 'i'ho s(M!()n(l 
and third together constitute the law of degradation of (uu'.rgy. 
The first may be taken as a general statoniont of the .sintond law 
of thermodynamics. 

By considering special proces.scs the geiunsil slatmiund. of tlui 
second law here given may be thrown into .special forms, ddins 
if heat could of itself pass from a body of lower to a body of 
higher temperature, the result of the pnxicss would Ix'. an in- 
crease of available energy, a result tliat is inijxxssibh^ acxiording 
to oiir first statement. We have, therefore, dlau.sius’ form of 
the second law, viz : 

It is impossible for a self-acting machine, itnalded by nag (‘.eter- 
nal agency to convey heat from one body to another at higher 
temperature. 

Again, if we consider the increase of availabh*, e.nergy f.haii 
would result from deriving work directly from the luxit of the 
atmosphere, we are led to Kelvin’s statement, muindy : 

It is impossible by means of inanimate material (tgencg to derire 
mechanical effect from any portion of mMter by cooling U below the 
temperature of surrounding objects. 

In order to estimate the available energy of a system in a 
given state, or the loss of available energy when the sysltnu 
undergoes an irreversible change, it is necessary to know t.he 
most efficient means of transforming heat into nuxdiaide.al work 
linear given conditions. This knowledge is fnrni.sln'd by a 
study of the ideal processes first described by (kirnot in ISiil. 

A Q ^ S^TPose that the conditions stated in 

Art. 34 are furnished ; that is, let there be a sonixx^ of beat .S’ 
emperature a refrigerator R at a lower temperature 
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and an intermediate system, the -working fluid or medium M. 
The medium we may assume to be inclosed in a cylinder 
provided with a piston (Fig. 18). 

Let the medium initially in a state represented by B (Fig. 17), 
at the temperature of the reservoir /S', expand adiabatically 
until its temperature falls to 
the temperature of body B. p 
By this expansion the second 
state Q is reached, and the 
work done by the medium is 
represented by the area 0 Cj. 

The expansion is assumed to 
proceed slowly so that the pres- 
sures on the two faces of the 
piston are sensibly equal, and d 31 h', ^ 

the process is, therefore, re- fig, n. 

versible. The cylinder is now 

placed in contact with R so that heat can flow from iff. to jB, 
and the medium is compressed. The work represented by the 
area O^ODD^ is done on the medium,^ and heat (*2 pj^'Sses from 

the medium to the refriger- 
ator. The process is again 
assumed to be so slow as to 
be reversible. From the 
state I) the medium is now 
compressed adiabatically, 
the cylinder being removed 
from R until its tempera- 
ture again becomes that 
of the source 8. D uring this 
third process work repre- 
sented by the area B^BAA^ 
is done on the fluid. Finally, 
the cylinder is placed in 
contact with S and the 
fluid is allowed to expand at the constant temperature 
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temperature is kept constant by the How of lusat from 

StoM. 

The area ABGD inclosed by tlio four (jurvc-s of the, 
represents the mechanical work gained; iliat i.s, the (ixces.s of 
work done by the medium over tliat {loim on tlie nKMlinni. 
Denoting this by we have from the i'n-st law, 

(^ 1 - 

The efficiency of the cycle is the ratio of tlie Avork gained to 
the heat supplied from the source Denoting the (dlieienc,y 

by r], we have 

_ - (?2 __ AW 

q; - 

Since all the processes of the Carnot eyede are rev('.r.sible, it 
is evident that they may be traversed in rev(!rse order, 'i'hus 
starting from B, the fluid is compressed isotliennally fi’om B in 
A and gives up heat to aS'; from 7l to I) it ('..Kpands adiabal - 
ically, from D to (7 it expands at the e.onstant te.injieral.iire Yh 
and in so doing receives heat from R-, finally it is coin- 
pressed adiabatically from 0 to the initial state. R. In this ease 
the work TT represented by area ABOD is done on the llnid d/, 
beat is taken from the refrigerator R^ and the sum Q., -I- A W 
= is delivered to the source /S', 'Fins ideal reversed, engine 
is the basis of our modern refrigerating machines. 


38. Carnots Principle. — The eHicieney of (la, mot’s id(\al 
engine evidently depends upon the temperatures 1\ and 71^ of 
the source and refrigerator, respectively. The (pu'st ion at once 
arises whether the efficiency depends also ujion the properli('s 
of the substance M used as a working fluid. 'Fhe answiu' is 
contained in Carnot’s principle, namely : 

Of all engines luorhing hetiveen the same souree ami the same 
refrigerator, no engine can have an efieie.ne.if greater than that of 
a reversible engine. 

In other Avords, all reversible engines Avorking betAvemi {.he 
same temperature limits T, and T, have the sa,me eflieieney; 

IS- trip. 7 » /• .T ^ 


erhcient than, a reversible engine B working between the same 
temperatures, then A and B can be coupled together in such a 
way as to produce available energy without a compensating loss 
of availability. 

Suppose the two engines A and B (Fig. 19) to take equal 
quantities of heat from the source when running direct. 
Then, since by hypothesis A is the more efficient, 

and 

Now let engine B be run reversed. It will take heat from 
B, and deliver to 8. If A and B are coupled together, A 
will run B reversed and deliver 
in addition the work — Wn- 
The source is unaffected since it 
simultaneously receives heat Q-^ 
and gives up heat Q^. The re- 
frigerator, however, loses the 
heat which is the 

equivalent of the work — TFs 
gained. We have, therefore, an 
arrangement by which unavail- 
able energy in the form of heat 
in the reservoir is transformed 
into mechanical work. In other 
words, by a self-acting process the available energy of the 
system of bodies 8, B, A, and B is increased. According to 
the second law (Art. 36), such a result is impossible ; if such 
a result were possible, power in any quantity could be obtained 
from the heat stored in the atmosphere without consumption of 
fuel. 

The assumption that engine A is more efficient than the 
reversible engine B leads to a result that experience has shown 
to be impossible. We conclude, therefore, that the assumption 
is not admissible and that engine A cannot be more efficient 
than engine B. But if engine A is also reversible, B cannot 
bft morfi p,ffif>,ifint than A. and it follows that all reversible 



Fig. 19. 
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engines between tlie same source and the same njfnge.ralor are 
equally efficient. 

39. Determination of the Efficiency. — Siiuu) the eHieieiiey ot 
the reversible Carnot engine is independent of the properties of 
the medium and depends upon the temperatures oi souree. and 
refrigerator only, we have 

, = ( 1 ) 
Vi Vi 

whence -^ = 1 — ■>/ — Tij) ; (d) 

Vi 

that is, the quotient “ is some function of the teinperatun'.s 

T-^ and T^. The form of this function is required. 

So far, we have considered temperatures as given by a mer- 
cury or air thermometer. The different temperatures of a 
series of bodies are indicated by sets of numbers wliieb may 
denote (1) the different lengths of a column of nuu’cury or 
(2) the different pressures of a mass of conlined gas. 'rhese 
sets may or may not precisely agree. .Now there are otlnu* 
ways in which such a set of numbers may be cliose.n. Suppose 
we take several sources of heat aS^, •••, /S',, wliose tmn- 
peratures are t^ ig, •••, as delined by the mercury or gas 
scale, and let 

> • • • > in' 

If we use as a source and as a refrigerator, a ri^vm’sible 
engine will take from S\ and deliver to aS'^. vSinci5 the 
bodies and have definite temperatures 2\ and T.„ wdiat- 
ever the scale adopted, the function T.^') lias some deli- 

nite value; therefore, from (2) tlie fraction must have a 

Vi 

definite value, and consequently has one and only om^ value. 
If is used as a source and aS'^ as a refrigerator, a second 
engine taking from aS; will give up to aS^, and so on. 
Starting with we thus obtain a determinate set of values 
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riere we have a set of numbers suitable to define a scale of 
lemi^erature. Starting with the heat taken from the source 
to each source there corresponds a number indicating the 
leat that would be rejected to it if it were used as a refrigerator 
n connection with If we choose these numbers to define a 
lew scale, tlien denoting the new temperatures by 

T,. T,. . . T,,, 

ve have 

= k = h T^^kQ^, • • •, r, == k Q^, 


yhence follows 


Qi ^2 

t: 


On 

T' 


(^) 


.Returning now to the quotient we have at once 




lence, using this new scale, the efficiency of the Carnot engine 


s 

Hid the form of the function is determined. 

The scale of temperatures arrived at from the investigation 
)f Carnot’s cycle was first proposed by Lord Kelvin in 1848, 
Hid is known as the absolute scale because it is independent of 
he property of any substance. The scale is simply such that 
my two temperatures on it are proportional to the quantities 
)f heat absorbed and rejected by a reversible Carnot engine 
vorking between these temperatures. 

If in (5) we make ^2 = 7] = ! and T^, = 0. If we con- 

leive a temperature lower than the zero on the absolute scale, 

T — T 

hat is, if we assume a negative value for then — - > 1, 

T . 1 . . -1 00 • I il ^ P 


be shown subsequently that tins absolute zero is pree-isely the 
same as that derived from the reduction in pressure, of a ])erfe(‘.t 
gas, and that the new scale coincides with iliat ol a ther- 
mometer using a perfect gas as a iluid. 


40. Available Energy and Waste. — (laruot’s ideal e.yele gives 
us a means of measuring the available energy of a sysl.e.iu and 
the waste due to an irreversible chaugiJ of staU*,. Suppose, t hat, 
a quantity of heat A(? is absorbed l)y the sysl.e.m at. a. tenpau’a- 
ture y, and that we wish to find the part of t.his Imab t hat ean 
possibly be transformed into work. vVs W(i havi^ st'en, no (bndei'. 
can transform a larger portion of A (i? into work thati tin; ideal 
Carnot engine. If is the lowest tenijan'ature that ean bi^ 

T— T 

obtained for a refrigerator, the fraction - ^ " o\' AQ ean be 

transformed into work by a Carnot engine, and this is, t.he.refore, 
the availability of A^ under the given conditions. 'I’Ih', avail- 
able part of A^ is, therefore, 


and the waste is 


rn 


OT h 


The temperature Tq cannot be lower than that of surrounding 
objects, i.e. the atmosphere;* for even if a rcd’rigtu'ator e.ould 
be found with a temperature lower than that of tlu', atiuospluu't!, 
it could not be maintained in that state. Ilone.e, the tinuj)era- 
ture of the atmosphere imposes a-natural liniilatiou on the avail- 
ability of heat in the performance of Avork. 

Example. If the absohite temperature of iiHource is 1 ()()()'’ F. and tluit of 
the atmosphere is 520=>, the available energy is 


loop - 520 
1000 


— 0.48 of the total e.ner 


h'y. 


^erefoie, for every 1000 B. t. u. receivcul from tlu' souret*, uol. nioro lhan 
480 B. t. u. can by any means whatever be transformed into work, ami at 
least O--0 B. t. n. must be rendered unavailabh-. 


* Possibly under special conditions a 
manently below that of the atmosphere 
or of one of the gi’eat lakes. 


rofrig{>rator wliosi^ 
may exist ; >;.>/. tlu; 


temiu'rat.ure. is ])('r- 
w'ater of the ocean 


associated witn certain important irreversible processes. 

(1) Conduction of Heat. — Sujppose a quantity of heat Q to 
pass by conduction from a source at a temperature to 
another at lower temperature T.^. At the original temperature 
the available energy was 


The same quantity of heat in the second source has the avail- 
able energy 


Tlie available energy is, therefore, decreased by the quantity 


and the unavailable energy is increased by an equal amount. 

(2) Irreversible Conversion of Work into Heat. — A common 
irreversible process is the conversion of Avork into heat in the 
interior of a system through the agency of friction. Examples 
are found in the flow of steam through nozzles and blades, and 
in the frictional losses due to internal whirls and eddies in 
fluids. Heat thus produced we shall denote by the symbol H, 
reserving Q to denote heat brought into the system from outside. 

If now within the system the small quantity of heat AiT is 
generated while the system remains at the temperature iP, the 
part of AJT that is available is 


where, as usual, denotes the lowest available temperature. 
Of the work cT'A/f expended in producing the heat A/T, the 


JMli 1 - ^ 


may therefore be recovered in the form of work, 
mainder 


The re- 


J^Hi 1 - 


IJl 


is rendered unavailable. 



irlJli DilJLyWiNi-/ JUAVY '-'A' 


0 » 

To obtain the total increase of iiiiavailahlc cncr|:fy, when iho 
quantity of heat ^is generated, tlie temperature of tiu'. system 
varying in the meantime, we sum the elemmit ol the, type just 
obtained. Thus if the temperature rises from to 'I\ during 
the process, we have for the total waste 



(3) Free expansion of a (/as . — Tlie wastii dm', to fr(M) t^x])aii- 
sion, as described in Art. 35, may be determined by nd.urning 
the gas to its initial state and observing the e.liangi'.s U'ft in 
outside bodies. 

The compression indicated, by A' (bhg. ll!) nsjuirc^s that 
work W, represented by area JB'A' l)e supjdiiid from an 

outside body /Sg. Another outside body /V., must n'c.t'ive from 
the gas heat Q equivalent to the work W. Tlui gas, the 
the system has the same available energy as at Iirsl,, ludng 
restored to its initial condition; system has lost available 
energy W=JQ‘, and system ;Sy lias received energy JQ of 
which only part is available. On tlie whole, therefore, there is 
an increase of unavailable energy. The loss of availability due 
to the original irreversible expansion of the gas (system is 
repaired in this system, but an equal loss is brought about in 
systems and It can be shown that the wast.e thus in- 
curred is given by an expression of the form 7;, ■ 

41. Entropy. — The expressions for the increases of unavail- 
able energy derived under various conditions are alike in hav- 
ing 7j), the lowest temperature available for a refrigerator, as a 
factor. It appears, therefore, that the unavailable ('uergy 
changes with 7^,; the lower 7^ can be taken, the smaller the 
waste and the larger the fraction of the heat supplied that e,an 

be transformed into work. 

The other factor in the expression must nc(’.(^ssa,rily, for the 

sake of consistent units, have the form S. or To this 

T d T 


measure of the change in the unavailable energy of the system ; 
an increase of entropy involves an increase of unavailable 
energy, and vice versa. We may formally define entropy as 
follows : 

If,, from any cause whatever,, the unavailable energy of a system 
is increased and if the increase he divided by the lowest tem- 
perature available for a cold body,, the quotient is the increase of 
entropy of the system. 

This definition requires close examination to obviate possible 
misconception. The “ system ” spoken of may be either a 
single substance, as the medium employed in a heat motor, or 
it may be all the bodies taking part in the process. Now, ac- 
cording as we take one or the other of these viewpoints we get 
a particular notion of the significance of the term entropy. 

To illustrate this point, let us consider a simple example. 
Suppose we have a fluid medium M and a source of heat as 
described in connection with the Carnot engine. We may 
direct our attention either to the system M alone or to the sys- 
tem M-\- S composed of the medium and source. Let both M 
and S be at the temperature T and suppose that at this tem- 
perature heat Q is transferred from S to M. This is the ideal 
reversible transfer assumed in the description of the Carnot 
engine. In receiving Q the system M has its available energy 


increased by Q[\ — and its unavailable energy increased by 
T Q ^ ^ 

Q-^= Tq—. hence by the definition just given the entropy of 
.system M is increased by -£• At the same time system S has 

ft f 


Z 


.0 . 


lost the energy Q and, therefore, the unavailable energy Q-^ 
hence the entropy of S is decreased by It follows that the 


■change of entropy of the system ilf-H /S' is zero. As the result 
•of the reversible transfer of heat from S to M there is no 
change in the unavailable energy of the large system S + M and 
no change in the entropy of this system. Suppose now that sys- 
tem M is again at temperature T,, but that system 8 has a higher 
temperature T’ as must be the case in any actual transfer 
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of heat. If now heat Q passes from to M., tlio nnavail- 

T 

able energy of Ji” is increased by Q before, and tlie, imn’easc 

of entropy of system M is The system lias, hoAvevm', 


lost the unavailable energy (J-p, and its entropy has dcunaiased 
by The system /S^ + i)/has had its unavailahh^ mu'.rgy in- 

creased by tlie amount ~ 

versible transfer has therefore resulted in a mh loss of iivsiilahh; 
energy of this amount, and this degradation is acioompanied hy 

an increase of entropy The result hero obtained for 


two systems may be applied to any numhtir of systems. 

When we ai)ply the notion of increase of entro])}^ to tin; sys- 
tem composed of all the bodies involved in a pi'oe.ess, in ollun’ 
words, an isolated system, we are led to tluj eomieption (hat 
the increase of entropy measures the degradation of tmergy in- 
cident to the process. If we combine this notion with that 
expressed by the second law, we arrive at the following im- 
portant principles : 


1. Any process that can proceed of itself is aeeomjiaii ied hy an 
increase of the entropy of the system of bodies involeed in the 
process. 

2. The direction of a process, physical or cheviieal, that ociairs 
of itself is such as ivill bring about an increase of entropy in the 
system. 


These principles lie at the foundation of the ap^jlicaition of 
thermodynamics to chemistry. 


42. Second Definition of Entropy. — While the cone.e])tion of 
entronv as thfi fflntnr flinf. a... -n... r n. 
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unavailable energy of this single system^involves an increase in 
the entropy of the systenij^’but, as we have seen, degradation 
does not necessarily follow, for the increase of unavailable 
energy of M may be compensated by an equal loss in some 
other system taking part in the process. 

We now impiire by what means the unavailable energy of 
the single system under consideration can be increased. There 
are at least three ways that are suggested from the previous 
discussion of available energy (Art. 40). 

(1) If energy is added to the system in the form of heat, the 
total energy of the system is increased, and consequently the 
unavailable energy is increased. If the heat A § is thus added 
when the temperature of the system is T, the resulting increase 
of unavailable energy is 



If, as is generally the case, the temperature rises as heat is 
added, we shall have for the increase 



(2) The unavailable energy may be increased by the con- 
version of work into lieat througli intei’iial friction. As shown 
in Art. 40 (2), the increase of unavailable energy from this 
cause is 



(3) If the parts of the system are not at the same tempera- 
ture, there will be an irreversible flow of heat from one part of 
the system to another, and this will increase the unavailable 
energy. W e may remove this source of unavailable energy by 
assuming that the system is at all times of uniform temperature 
throughout, an assumption that is usually justifiable. 

Neglecting this third effect, we have for the increase of un- 
available energy from state 1 to state 2, 
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whence by definition, the increase of entropy is 

Ir-h J,. Y' 

Now while the actual change of the systoin from stiite 1 to state 
2 may, and usually does, involve frictional elT(U‘,ts, wo can eon- 
ceive of a hypothetical change in which tliesti int.ernal irr(!V(n'si- 
ble effects are entirely absent and in whicdi tlu; ineriaiso, of 
unavailable energy is due entirely to the addition to ilu^ sy.s(.(!m 
of heat from some external source. Denoting by Q,. tlui luiat 
thus added, we have for the increase of entropy involved in 
this particular process the integral 


J, 


The important question now arises: Does tln^ in( 3 r(iasii of en- 
tropy of the single system under consideration depimd only 
upon the initial and final states or upon the paXh eonne.eting 
the states? It is easily shown that the iiieroasti of (Uitropy, 
like the increase of energy, depends upon the initial and liiial 
states only. For the change of energy is indepe.ndemt of the 
path; therefore, the change of the unavailable part of ihe en- 
ergy, as determined by the constant temperature 7^ and the 
temperatures and T,^ at the initial and final stat.os, is also 
independent of the path; therefore the change of entr(.)py, 
which is the change of unavailable energy divided by Yy, is 
also independent of the path. It follows that the integral 


Jr, T 


has the same value whether taken 


along 


the 


path T 


(Fig. 20) or any other reversible path r' . 

ydQ 




We may write, there- 


where S denotes a function of the coordinates of tlio sy.stem 
which, may be termed the entropy of the system. We have, 
then, the following definition : 

The change of entropy of a system correspontliug to a change 
of the system from state 1 tn stnfo 9 -to + 1 ,,, , 7 ., 7 f 


ART, 
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t)i5 


According to tins more restricted conception, the entropy of 
a system, like the energy, pressure, or temperature, is a magni- 
tude determined by the state of the system, and change of en- 
tropy lias no necessary connection with degradation of energy. 

It should be noted that entropy as thus defined is like energy 
purely relative. We are never concerned with the absolute 
value of the entropy of a system in a given state ; what is 
desired is the chmige, of entropy associated with a given change 
of state. For convenience of calculation we assume the zero 
of entropy to be the entropy of a system in some specified state. 
Thus, in dealing with vapors we assume the zero of entropy to 
be the entropy of a unit weight of liquid at 0° C. 


43. The Inequality of Clausius. — If an actual irreversible 
change be represented by tlie path i, Fig. 20 (assuming it to 
be possible to give such a repre- 
sentation), a correct value of the 
change cannot be obtained from 

the integral \ taken along 

1 ' 

the path i. For as we have seen 

+ 2 , 

J . 



-r 


where S is the increase of en- Fig. 20. 

tropy due to the internal irre- 
versible changes. For the actual irreversible change we have, 
therefore. 




This is the inequality of Clausius. 


44. Summary. — To present the important principles of this 
chapter in concise form and in logical order the following sum- 
mary is added. 

1. Experience shows that heat energy is not completely 
transformable into mechanical work. The ratio of the energy 



2. Experience further shows that an irreversible proc.ess 
always decreases the availability of a system. 

3. The second law of thermodynamics asserts that the avail- 
able energy of an isolated system cannot be ineri^ased l)y any 
process that takes place of itself, 

4. To gain a means'of measuring availability the i(l(ial ( larnot 
engine is introduced. By the aid of the second law it is shown 
that no engine working between the same tempi'-ratun) liinils 
can have an efficiency greater than the Carnot (uigiiu'., and as a 
consequence, that the efficiency of this engine is a fujietion of 
the temperature limits only. 

5. By the introduction of Kelvin’s absolute s(;ale of ti'inj xn-a- 
ture the efficiency of the Carnot engine is found to \n'. given by 

T — T 

the fraction — 2 . 

T —■ T 

6. Having the efficiency fraction — i— -2, the availalile part 

J.i 

of a given quantity of heat Q at temperature T is found to be 
1 — and the unavailable part, 

1. By special examples of irreversible proci^sscis it is found 
that the expression for the loss of available ciuu’gy in such pro- 

cesses has the general form ^o2"|'r ^/r ’ 

8. The factor 2^1 or which multiplied by 7; gives the 

increase of unavailable energy is called the incrcfiKe of I’lifropi/ 
of the system. 

9. Two conceptions of entropy are possible: {d) If atitui- 
tion be directed to all the bodies involved in a process, the 
increase of entropy of the whole system of bodies measures tla; 
degradation of energy resulting from the proe.ess. {h) If at- 
tention be directed to a single body, as a medium used in a Inait 
motor, the entropy of this simple system is merely a function 
of the coordinates of the system. 

10. The change of entropy of a simple system is given by 


+ 1 - 


tlie initial and final states. The value of this integral is inde- 
pendent of the path. 

11. For an irreversible change of state the change of entropy 
is greater than j 


45- Boltzmann’s Interpretation of the Second Law.— A very clear insight 
into the real physical meaning of natural irreversible processes and of the 
second law of thermodynamics is afforded by the researches of Boltzmann 
and Planck. In this article it is iwssible to give merely a brief outline of 
Boltzmann’s contribution ; for a complete exposition the reader is referred 
to Professor Klein’s admirable book, llie Phjsical Siffnijicance of Entropy.* 

According to the molecular theory, the ultimate particles of matter are 
in a state of incessant motion, the character of the motion depending upon 
the state of aggregation, — solid, liquid, or gaseous. In a gas it is assumed 
that a particle has a free path and moves along a straight line until it col- 
lides with another particle or with a restraining surface, as the wall of the 
containing vessel. To the motion of particles as to the motion of masses 
we may apply the conception of constraint or control. Thus, in the wave 
motions that characterize sound, the motion of the particles that constitute 
the mediums is in some degree controlled or ordered. The molecular 
motion that constitutes heat is, on the other hand, wholly uncontrolled and 
disordered. For any given particle of a gas all directions of motion are 
equally possible and, therefore, equally probable; and the direction of 
motion and velocity of any particle is independent of the motions of other 
particles. In a volume of gas particles will be moving in all directions 
with all possible velocities. However, because of the great number of par- 
ticles even in a small volume, the values of magnitudes that depend upon 
the molecular motion, such as j^mssure and temperature, remain constant 
notwithstanding the haphazard character of the molecular motion. 

According to Boltzmann, there is apparently a universal tendency 
toward the disordered motion that characterizes heat. A motion that is 
in any degree ordered or controlled tends to become disordered. Thus, as 
sound waves die out the uniform motion of the particles in the wave 
changes to disordered motion, and the energy of sound is transformed into 
heat energy. The relative motion of two bodies in contact is retarded by 
friction, and the work of overcoming friction is transformed into heat; that 
is, the constrained motion of the particles in the mass gradually changes 
to the disordered motion of heat. Since the energy of disordered molecular 
motion is necessarily less available for dii’ection into any required channel 
than the energy of constrained or controlled motion, it follows that a change 
from a less probable state of controlled motion to a more probable state of 

a nmi i f 1 (-111 nf (TVOnt.PV El.Vfl 1 1 fillfiVCrV 


to a condition of less available energy, llmicii, the siateinent of tlie, nal ural 
tendency toward disordered motion is in reality a liroad statement ol the 
second law of thermodynamics. 

From the preceding considerations a physical iuh'.rpretation of entropy 
is readily deduced. A system of itself passe.s from a less prol)al)l('. to a 
more probable state ; that is, to a state of more disonhn-ed moh-enlar mol ion. 
The entropy of the system during the change must increase, 'rheretm-e, 
the entropy of the system may bo associated with the proltabilil.y of Ifie 
state of the system. From the laws of probability, Flanck has shown that 
the entropy is proportional to the logarithm of the ]>robability of the .state. 

The following quotations from Prof. Klein’, s book indicalo in some di-gree. 
the significance of this conception of enti’opy. 

“ Growth of entropy is a passage from a somewhat ri'gnlated Id a less 
regulated state.” 

“Entropy is a universal measure of the (liKordrr in the mass ]ioints ol a 
system.” 

“Entropy is a universal measiu'e of tho spontamnty with which a system 
acts when it is free to change.” 

“Growth of entropy is a passage from a concentrated to a distrilmteil 
condition of energy; energy originally concentrated variously in the .syslnm 
is finally scattered uniformly in said .system. In thi.s aggregate aspect it is 
a passage from variety to uniformity.” 

EXERCISES 

1. If a source of heat has an ab.solute temperature of MOO’'’ F, and the 
lowest available temperature is 525° F., what fraction of the heat drawn 
from the source is available ? 

2 . In a boiler 10,000 B. t. u. pass from the hot gasi's of the. furnace, the 
temperature of which is 2500° F., through the boiku' shell iid.o water at a 
temperature of 330° F. If the lowest available temperature is 80" F., find 
the loss of available energy. 

3. Show how the result of Ex. 2 suggests tho .supi-rior (dlicienc.y of tlu'. 
gas engine compared with the steam engine. 

4 . Point out the loss of available energy when heat Hows from steam in a 
radiator at a temperature of 225° into a room at 70°. Devise a system of 
heating that would obviate this loss. 

5 . A mass of water weighing 60 lb. at a temperature of 70" F. is churned 
by a paddle wheel until the temperature rises to 120°. Find tlu^ iner('as(«. of 
entropy, and the loss of available energy. Take tlie spiunlie heat of water 
as 1. 

6. In the demonstration of Carnot’s principle. Art. 38, assume the two 
engines A and B to do the same work W. 'Then .show that if (umine A 
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CHAPTER V 

TEMPERATURE ENTROPY REPRESENTATION 


46. Entropy as a Coordinate. — It was shown in Art. that 
the entropy of a system measured from an arbitrary Z(;r() is 
dependent only upon the state of the system ; that is, the 
entropy is a function of the coiirdinates of the systtun. It 
follows that the entropy itself may be ineluded amon^j;' tlie 
coordinates used to define a system. Wo liave, thm’efoni, live 
coordinates, namely, p, w, % u, and a, that may l)o tlms used. 
From these five, ten pairs may be selected, and the ehiinf^e of 
state of a system may be represented by ten different eurv('H on 
ten different planes. Of these possible graifiiicail re])rese.nia- 
tions two are of special importance : (1) reprtjsenlation on tlie 
yiF-plane, because the area between the curve a,nd /’-axis repre- 
sents the external work done by the system; (tl) r(>.pres(!nta- 
tion on the ^ZW-plane, because with certain restrictions the area 
under the curve represents the heat absorbed by the systtmi 
from external sources. Graphical representations on the, 
plane have been considered in Art. 32. This cdiapter will be 
devoted chiefly to representations on the ^W-plane. 
brom the second definition of entropy, we Iiave 


1 J/-, yr’ 

from which relation we obtain at once the differential h 


TdS=dQ. 

Let the curve AT? rFicr Ua ri- 


('H 


Bat from (3) this integral is the heat Q^,^. iibsorbed by the 
system from external sources during the change of state. It 
follows that the area between 
the curve AB and the axis OS 
represents graphically the heat 
absorbed along the path AB. 

One most important restriction 
must, however, be observed. In 
defining entropy by means of 
equation (1) it was expressly 
stated that the change of state 
must not involve any internal 
irreversible effects. If such effects are present, the equation 
for the change of entropy is 



Fig. 21. 




T 


(^) 


where S denotes the increase of entropy due to internal 
processes, conduction between the parts of the system, trans- 

formation of work into heat through friction, etc., and 

is the increase of entropy due to the absorption of heat from 
external bodies. From (4) it follows that in this case 


whence 


y 

Jt, 


dQ<TdS, 


( 5 ) 


or the heat absorbed from outside is less than the area between 
the 2W-curve and the S-axis. This area therefore may he taken 
as re'presenting the heat absorbed by the system when, and only 
when, the change of state involves no irreversible effects. Neglect 
of this restriction has led to many errors. 

47. Isothermals and Adiabatics. — If the temperature of the 
S 3 )'stem remains constant during the change of state, the 
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In this cas6 we have merely to divide the heat addcal to tlio 
system (assuming, of course, tliat tlie cliangc of statii i.s riive.r.s- 


ible) hy tli(i constant teinix.'ra- 


c 

A 

B 

ture 1\ and the (iuoti('nt is tlie 
change of entropy. 
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If the state ])oint jiassi^s from 
B to A, that is, so as to di'.- 
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crcase the entrojjy, the area 
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A^ABB^ represen t.s heat re- 
^ jected by the .sysUmi to outside 


A' 

Fig. 22. 

jr 

bodies. 


For an adiabatic, e.liange of 
state, = 0 ; hence from (1) = ;S\ and tlio adiabatic, line 

on the ^/S^-plane, if the ciiange of state involves no irr(n'(!rsil)]e 
effects, is a straight line parallel to the ff-axis, as (U) (Fig. 22). 
If the state-point moves from O' to D, indicating a decri^asii of te.ni- 
perature, external work is done by the .system, and tlie cliaiigi', 
of state is an adiabatic expansion. If tlio point moves U])ward 
from D to 0 the change of state is an adiabatic comjjressiou. 


48. The Curve of Heating and Cooling. — From the c(piation 

dq 

dl' 

which defines the specific heat of a substance, we have 

dq — cdT. (1) 

Substituting this expression for dq in (1), Art. 4d, we get for a 
reversible process 



If the specific heat c is constant during tlio change of state, 
we have for the change of entropy of unit weight of the sul)- 
stance 


s — Si 


c I - — = c lo<^ 

dr, T t; 


(^) 


For the weight 

S - = Me log, . (3 a) 

If, however, c is variable, it can usually be expressed as a func- 
tion of the temperature ; that is, we can write 

whence 8- s^= (4) 

The integration can be effected when the function f^T') is 
known. 

Exaimpck. Let tlio specific heat of a substance be given by the relation 
c = « -1- /;; = « H- h(T - 450.G) ; 

we have then 

6-,-S| = (a-45a.67;) 1"= 

= (« - 459.G h) log„ A + b{T„ - T,), 

1 

The general form of the curve that represents Eq. (3) 
is shown in Fig. 23. This curve 
represents the ordinary pro- 
cess of heating a body or sub- 
stance, as the lieating of water 
in a boiler or metal in a furnace. 

It is called by some writers the 
polytropic curve. The subtan- 
gent of the curve is constant 
and numerically equal to the 
specific heat. Thus from the 
figure we have 

UF=JSF cot cf> 

ds _dq_ 

It follows that the smaller the value of c, the greater the slope 
of the curve. 

The isothermal and adiabatic curves (Fig. 22) may be con- 

7 ^7 :.,7 7.7-.^ l-.r.o+i’n rY. Q n r7 n n/-ll 1 77 O’ mTTVfi. Ti'fl7’ 
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CascM may ariso in which tlu; 
slope of the TtS^~v,nrvo is nega- 
tive, as sliown in Fig. 24. In 
such cases abstraction of lieat is 
accompanied hy a rise in tc.m- 
perature or vice verna. Fvidently 
ih 

the speciiic heat must he 

negative, as is indic.atisl geo- 
metrically by the Jiegat.ivc, sul)- 
tangent. Examples will be shown in the compiasssion of air 
in the ordinary air compressor, and in the, expansion of dry 
saturated steam with the provision that it remains dry during 
the expansion. 

49. Cycle Processes. — Since any reversible pro(;ess may he 
shown by a curve in !Z15'-courdiiiates, it follows tliat a series 
of such processes forming a 
closed cycle may be repre- 
sented by a closed figure on 
the I^/S-plane. In Fig. 25 is 
shown such a cycle composed 
of two polytropics AB and 
BB, an isothermal BO, and 
two adiabatics CD and BA. 

In any such cycle the area 
included by the cycle repre- 
sents the net heat added to 
(or abstracted from) the work- 
ing fluid during the cycle process. Assuming the cycle to bo 
traversed in the clockwise sense, we have 



Qab = area A^ABB^, 
Qbc — area B^B 00^, 
Qcd = 



= + Qcd + Qdo + Qea = A^ABB^ + B^BQQ^ - O^BJEA^ 

^ABCBB. 

the cycle is traversed in the counterclockwise sense, we have 

l2 = -area^5Cri)^. 

it from the first law, Q is the heat transformed into work; 
nee for the direct cycle 

area AB QBE =Q = AW, 
d for the reversed cycle 

area AB QBE = — Q — — AW. 

This reasoning evidently holds for any number of processes, 
d therefore for a reversible 
)sed cycle of any form. Thus 
? the cjmle shown in Fig. 26, 

I have 

area F=^ Q = AW, 
areaF^-- Q=:-AW, 

3ording as the cycle is traversed 
the clockwise or counter clock- 
iQ sense. 

[n later developments it will 
quently be necessary to show cycle processes on the ^^iS'-plane. 



)0. The Rectangular Cycle. When the curves representing 
! four processes of the Carnot cycle are transferred to the 

2%-plane, the cycle becomes the 



simple rectangle ABCB, Fig. 27. 
The area A^ABB^ represents the 
heat absorbed by the medium 
from the source during the iso- 
thermal expansion AB, and the area 
B^OBA^, the heat Q 2 rejected to the 
refrigerator during the isothermal 
compression OB. The lines BO 
and BA represent, respectively, the 
adiabatic expansion and the adia- 
batic compression. 


Fig. 27. 
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From the geometry of the figure, we have 


whence 


AW= Q,-Q^= CA “ 


AW 

Qi' 


T, - T„ 


T 


as already deduced in Art. B9. 

When the cycle is traversed in the counterclotdcwise soiisti, 
the heat is received by the medium from the (!ol(l laxly during 
the isothermal expansion i>(7, and the larger amount of luxit, 
is rejected to the hot body during isothermal e,omj)n^ssion JiA. 
The difference ^2 — ~ ^ i't>P^T«ented l)y tlie e.ycle ansa 

is the work that must be done 07i the medium, and must there- 
fore be furnished from external sources. 

The reversed heat engine may be used either as a refrigerating 
machine or as a warming machine. In the first mise. the s|)a,ee, 
to be cooled acts as the source and delivers the heat Q.^ = aivia 
A-j^DCB^ to the medium. In the second ease the sjiaeci to he 
warmed receives the heat = area B^BAA-^ from the medium. 


51. Internal Frictional Processes. — Referring to Art. -Td, the 
increase of entropy when heat is generated in the interior of a 
system is seen to be 


8 . 


S rW 


( 1 ) 


If ^=0, that is, if no heat enters the system from outside 
sources, the increase of entropy is 


aS'o 




dll 
2\ T' 


( 2 ) 


and is due entirely to the generation of heat in the interior of 
the system. If it be assumed that this process is stea,dy, so that 
the system at every instant is approximately in thermal (M|ui- 
librium, the usual graphical representation may be applied to 
(2), and the area under the 2W-curvo will in this case repre- 
sent not the heat hTmicrlTh infA +1 ia -d,,. n, JJ 


int A (Fig. 28) lias its pressure decreased in passing along the 
zzle, and as a result the temperature likewise falls. The 
Dcess is adiabatic, that is, no heat jr 
received from external bodies; 
tice, if there were no internal 
ction, the drop in temperature 
luld be indicated by a motion of 
3 state-point along AA^ But 
irk is expended in overcoming 
3 friction between the fluid and 
z'/Aq wall. This work is neces- 
•ily transformed into heat, which ^ 
retained by the fluid. It follows 
xt tliere is an increase of entropy, as indicated by the curve AB. 
om (2) the heat generated is represented by the area A^ABBj^. 



52. Cycles with Irreversible Adiabatics. — In certain cases the 
>sed cycle of operations of a heat motor may contain an adia- 
tic irreversible process, the irreversibility arising either from 
:ernal generation of heat or from the free expansion or wire- 


awing of the working fluid. 

B 



Even if it is possible to draw 
a TiS-cmYG representing such 
a process, the area under that 
curve does not represent the 
heat entering the system from 
an external source. Hence 
some care is required to inter- 
pret properly the graphical 
representations of cycles with 
such irreversible parts. 

In the cycle shown in Fig. 29, 
suppose the process BO to be 
an irreversible adiabatic, the 


Fig. 29. 

ler parts of the cycle being reversible. Since AB is revers- 
e, the heat absorbed in passing from A to J? is represented by 
3 area A^ABB^ Likewise area C-^QDA-^ represents the heat 
lected by the system in changing state from 0 to B. The 
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process 


DA is adiabatic, hence ^,za=0; and by hypotlu;,si.s 
The value of 2Q for the cycle is, therefore, 


Qai + Qai = area A^ABBj^ - area 0,00 A, 
= area ABBU) — ansa B,FjO(',. 


The energy equation applies to any i)roc(iss, r(>,ve,rsible, (U- 

iiTCversihh;. Ther(^l()r(; lor this 
cycle, as for those pre.viously 
considered, we have 

7f=: = a,/). 

It appears, theaadore, that, the 
work d(U-iv(;d is hiss by th(i area 
B,EOO, than it would bawi 
been if the reversibhi a,diabatie, 
J?J</had been followed. 

For the rov(jrsed e.yele 
iO) we liave as the 



work required from external sources 


IT=t/(^( 2 o+ Qh^ ~ “ area Dyf)AA, + area 
— — area B,BODAA,. 

Comparing this cycle with the cycle AEOD having the rc'.vers- 
ible adiabatic AB^ it is seen that the lieat absorbial from the 
cold body is smaller by the heat represented by tlui arcia 
A,BBB,^ while the work required to drive the machine is 
greater by an equal amount. In every ease tlu; irreversible 
process results in a reduction of the usefid effect. 


53. Heat Content. — Since the quantities je, ■?>, .7’', a, and .s are. 
function of the state of a system only, it follows that any com- 
bination of these quantities is likewise a function of the state 
only. For example, let 


i — A(ii +pv) ; 

(V) 

I=AiU + pV)-, 

0 '0 

F = All — Tls ; 

OF) 


r. 53] 


HEAT CONTENT 


77 


tentials, and are used in certain applications of thermo- 
namics to physics and chemistry. The function I has use- 
L applications in technical thermodynamics. 

To gain a physical meaning for the function I, let us consider 
3 process of heating a substance at constant pressure. If C/j, 
, and p-^ denote the initial energy, volume, and pressure, 
jpectively, and ZTg, I^, and p^ the final values of the same 
jrdinates, we have from the energy equation 

Q^^ = A(U^~U,+ W') 

= A\:U,~U, + p{V,-V,^-\ 

= A[ll^ “ ^1 + since p^ = p^ 

= iACU,^p^V,)~A(U^ + pJ\')-\ 

lat is, the change in I is equal to the heat added to the sys- 
n during a change of state at constant pressure. For this 
ison Z is called the heat con- 
it of tlie system at constant l 
essure, or, more briefly, the 
leat content.” 

In some subsequent investiga- 
ns, especially those relating to 
) flow of fluids, it will be con- 
rieiit to use I and S as the in- 
.3endent variables and to repre- 
it changes of state by curves on ^ 
i ZAS-plane. The great advantage 
the ZAS'-representation over the 
i'-representation lies in the fact that in the former quantities 
heat are represented by linear segments, while in the latter, 
we have seen, they are represented by areas. A reversible 
abatic on the ZAS^-plane is a vertical line, as BO (Fig. 31). 
t in this diagram segment BO represents a quantity of heat 
tead of a change of temperature,. 



2 . Assuming that the specific heat of water is cunsfiuit, cl, pint on 
cross-section paper the Ti’-curve reproHCuting Um hcutiiig of water fiom 
32“ to 212°. 

3. Langen’s formula for the spoeific heat of {'()., at eon.stani. pvessnri’ is 
c = 0.195 -I- 0.000066 t. Find the incre.ase, ut entropy when ('( )., is Insileil 
at constant pressure from 500° to 2000“ F. ; also tlm lieat absorheil. 

4 . A direct motor operates on a rectangular cycle hel.ween teniperat nre 
limits T'i= 840“ and 'I\ = 600“ and receives from the so\iree 2(10 H. I.. u. per 
minute. Find the efficiency, and the work doin', jier minute. 

5. A reversed motor, rectangular cycle, operates hetween l('m])eral.ure 
limits of 10° and 130°, and receives OOO H. t. u. per minute from the cold 
body. Find the heat rejected to the hut body, and the horse]iuwer required 
to drive the motor. 

6. A direct motor, rectangular cycle, operating between temperat.ures 
Ty = 900“ and T 2 = 680, takes 1000 B. t. u, from a boiler, 'I’lie hi'at. re jected 
is delivered to a building for heating purposes. This dire(d. umtor ilrives 
a reversed motor which operates on a rectangular cycle betwei'ii tempera- 
tures r 4 = 460° (temperature of outside atmosjiihere) and 7'j : (KHh 'I'he 
reversed motor takes heat from the atmosiilu're and n-jecls heat, to tlm 
building. Find the total heat delivered to the building per lOOd B. t. u. 
taken from the boiler. 

7. In the vaporization of water at atmosidieric pre.ssuri', tlm t.enqw'raturn 
remains constant at 212° F., and 970,4 B. t. n. are requiri'd for tlm jn-ocess. 
Find the increase of entropy, 

8. The expression for the energy U for a given weight of a ]ie.rmaimnt 

pV 

gas is ^ _ ■ -■ + 17o, where Ic and are constants. Derive an expression for 
the heat content I of the gas, 

9. Combine the energy equation dQ = Adf/ + A/n/ F with the deliuiug 
equation I~A(U + pV) and show that dI=dQ + A Vdp. 
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CHAPTEE YI 


GENERAL EQUATIONS OF THERMODYNAMICS 


54. Fundamental Differentials. — The introduction of the 
entropy s and the functions i, F, and $ (Art. 52) permits the 
derivation of a large number of relations between various 
thermodynamic magnitudes. While the number of formulas 
that can be thus derived is almost unlimited, we shall intro- 
duce in the present chapter only those that will prove useful 
in the subsequent study of the properties of various heat media. 
In this article we shall by simple transformations express the 
differentials of F, and <I> in terms of the differentials of the 
variables p, v, T, and s. 

We have to start with the fundamental energy equation 

dq = A(^du -\-pdv')^ (1) 

and for a reversible process the relation 

dq= Tds. (2) 

Combining (1) and (2), we obtain 


du = ^ ds ■— pdv, 
A 


( 3 ) 


an equation that gives % as a function of the independent varia- 
bles s and V. 

From the defining equation 

i = A(u-\-pv') 

we have 

di = Adu -F Ad (pv) 

= Adu + Apdv + Avdp,. 

Introducing the expression for Adu given by (3), we get 
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Here i is given as a function of s and^ as independent 
variables. 

Likewise, from the relation 
F=Au- Ts, 
dF = Adu — Tds — sdT', 
whence from (3) 

— dF = sdT + Apdv. (5) 

Finally, from the defining relation 
$ = Au + Apv ~ 
cZ$ = Adu + Ad(^pv') — d{Ts') 

— Tds — Apdv + Apdv + Avdp — Tds — sdT; 
or = Avdp — sdT. (6) 

Now since the functions u, i, F, and <S> depend on the state 
only, their differentials are exact ; hence the second members 
of (3), (4), (6), and (6) are all exact differentials. 

Certain results can be deduced at once from the differential 
equations (3)-(6). For example, from (6), if a system changes 
state reversibly under constant pressure and at constant tem- 
perature, the function remains constant. Again from (5), if 
a change of state occurs at constant temperature, the external 
work done is equal to the decrease of the function F. These 
results are important in the application of thermodynamics to 
chemistry. 

55. The Thermodynamic Relations. — The fact that the dif- 
ferentials in (3), (4), (5), and (6) of the last article are exact 
gives a means of deriving four important relations. In (3) 
we have u expressed as a function of the variables s and v; 
that is, 

w =/(«> 

whence du = ~ ds+~ dv. 

ds dv 

Comparing this symbolic equation with (3), it appears that 



Bv 


.ds 


The subscripts denote the variables held constant during the 
differentiations indicated. 

Relation (A) may be expressed in words as follows: The 
rate of increase of temperature with respect to the volume 
along an isentropic is equal to A times the rate of decrease of 
the pressure with respect to the entropy along a constant vol- 
ume curve. That is, if the reversible change of state be repre- 
sented by curves, — one on the ^Zb-plane, another on the j^s-plane, 
— the slope of the second curve at a point representing a given 
state is — A times the slope of the first curve at the point that 
represents the same state. 

In (4) we have s and p as the independent variables ; and 
since di is exact, the necessary condition of exactness gives 


or 


\dpjs \ds 


(B) 


That is, the rate of increase of temperature with respect to the 
pressure in adiabatic change is A times the rate of increase of 
volume with respect to the entropy in a constant-pressure 
change. 

Since in (5) dF is an exact differential, we have 



(C) 


From (6), likewise, we obtain 

_ 

dp}T~ 


A 


(-)• 

\dTjp 


(B) 


The relations given by (A), (B), (C), and (D) are known 
as Maxwell’s thermodynamic relations. They hold for all 



(C) and (D) by means of the relation Us = are iiMinui : 


11 

''fljA 

\dvjT ' 

kOTJv 

s 

1 

11 

mAh A 

\dpjT 

■ \ofJj 


(CV) 

(!>') 


56. General Differential Equations. — From the thermo- 
dynamic relations certain useful genei'al e(iUiitioiis are at once 
deduced. As in Art. 19, we may write 


= dT+(^'^) dv, 

^ \dTjv Kdi'Jr 


according as and u or iTand^ are taken as the indopendiint 

variables. Now replacing and by f.\, and re- 

\dd Jy \d / Jj, 

spectively, and and by the expnissions given in 


djjJ 

((7') and these equations become, respectively, 

dq = cJT+AT(^P^dv, 

dq^e,dT-AT{.^Jq,. 

Eliminating between (I) and (11), a third equation having 
p and V as the variables is obtained. Tims 


(0 

(H) 


dq-. 


AT 




dv -P 6’„ 


(In 

07. 


dp 


(in) 


^-ol\dT), 

Two other important equations may be derived from (1) and 
(II). Since from the energy equation 

du = Jdq ~ pdv, 

we have from (I) 


du = Jc^dT+ 




L \dTj, 


■p 


dv; 


(IV) 


(V) 


di = GpdT— A 



The general equations (I)-(V) hold for reversible changes 
: state. The partial derivatives involved may be found from 
he characteristic equation of the substance under investi- 
ation. 

As an application of (IV), we may derive expressions for the 
lange of energy (a) of a gas that follows the lawpv = BT \ 
V) of a gas that obeys van der Waals’ equation 

(p + !)('’-»> = ^2’- 


(a) From the characteristic equation pv = B% we have 


ence 


ad 


du, — Jc^d T + dv 
= JcydT^ 

u^ — Ui = c^dT 

3suming to be a constant. 

(5) From van der Waals’ equation, we have 


hence 


T 




dTj, v-b' 
BT 


L 


■P 


V — b ^ 


'rom (IV), we have, therefore, 

du = JcydTA % dv^ 

dience, assuming again that is constant. 


Wg — Wi = JoXT^ - I\) 4- aT— - 


It appears, therefore, that if a gas follows the law = 7/7, llui 
energy is a fmietion of the temperature only, whih^ il il. lollows 
van der Waals’ law, the energy depends upon the to,n)i)eratnri^ 
and volume; in other words, the gas possesses both kiindie 
and potential energy. 

57. Additional Thermodynamic Formulas. — h'or (uu'tain in- 
vestigations of imperfect gases, especially the suixn-heat.ed 
vapors, certain formulas involving the specilie heals and 
Gy are useful. The most important of these are (^Vlj, ( VII), 
and (VIII) following. 

Since du is an exact differential, we obtain, upon applying 
the criterion of exactness to (IV), 


or 

whence 



(VI) 


In a similar manner, since dz is exact, we have from (V) 



(VII) 


Equations (VI) and (VII) may be used to show tlu^ depend- 
ence of the specific heats Cy and Cj, upon the pressure and vol- 
ume. For example, if a gas follows the eipiation 2 >v— JiT we 


find 


dh 

W^' 


0, whence from (VII) 


= 0, and it follows that 


Cp does not depend upon the pressure, though it may vary with 

the temperature. Also = whence it folloNvs that eg does 
oT^ 


not vary with the volume. The student may show that the 
second result follows from van der Waals’ C(]uation or from any 
equation in which p and T appear in the first degree only. 
If, however, we take the characteristic eixuation 


hicli applies to superheated steam, we obtain 

mn(n + 1) n 

= 0 + «p). 

hence _ Amn{n + l')(l + ap') 

\dpjrp 


hence 


itegrating this with T constant, we have 
„ _4mn(n+^^f^ ,a\. 


^ 1 + sP H-Ky)- 


here (pCT), an arbitrary function of T, is the constant of inte- 
■ation. In this case it is seen that Cp is a function of both T 
id p. 

An expression for Cp— is obtained as follows : Writing the 
itropy s as a function of p and v, we have 

ds-=~dp -\-~dv. 
dp dv 

his, combined with the familiar equation 

Adu = Tds — Apdv, 

ves the equation Adu == T— dp + (^— — Ap^dv. 

dp dv 

nee du is an exact differential, we have 


d f mds 


dv \ dpj dp \ dv 

at is, — A, 

dv dp dvdp dp dv dpdv 

hence = (1) 

dv dp dp dv 

:om the definition of specific heat, we have 

dcf rp ds 

~ dT dT' 

■d if we express both s and T as functions of p and v, this re- 
tion becomes 


— dp+~dv 
, p dp dv 

;3r qT 


( 2 ) 


If ^ is constant, o= Cj, and \ lunicu avo liuvi! from (d ) 

(h 
(3v 


f. — rp- 

“ (5 rp 


(‘0 


dv 


Likewise, when v is constant wc have 

ds 


t!!L 

dT' 


( 4 ) 




Combining (3) and (4), we obtain 

'OTdH OTOs 


— c„ 


T 


ds 

ds ' 

dv 

dp 

w~ 

dT 

dv 

dp ^ 


_ rp\(3p (>r ()v (l/>, 

- • —7~^7jr~^ 


(">) 


Ov Oj) 

Making use of (1), we get finally 

C — (> — /I rp 

Example. For the characteristic! eciuation = BT, wn have 
djl^B dp _B 
dT j)’ dT v‘ 

Therefore, from (8), 

Cp ~ C„ : 

pv ■ pv 


(VIII) 




That is, the diffeience — c„ is constant even if Cj, and Cy vary with the 
temperature. ■' J 

Taking Zeuner’s equation for superheated steam, viz: 

pv = BT- Cp’\ 

we have ~ = ^ IL 

dT p dT jiQp'-i + u’ 

whence c,-c, = AB a 7 > BT 


nCf^^pr)' 

In this case, therefore, the difference c 


■ AB 


{n - 1) f .Vp‘ + liT 
Cy varies Avitli T and p. 

By various substitutions and transformations we ecmld add 
. mos mdeftnitely to this list of thermodymmiic formulas. 

However the erght formulas (I)-(Vni) are suHioiont f,-r the 
invcstiofation of npcndvr oil . . 


.apter T must necessarily denote the temperature defined by 
e Kelvin absolute scale. The coincidence of this scale with 
e perfect gas scale will be shown in the next chapter. 


58- Equilibrium. — For irreversible processes the equations of Art. 54 
ist be replaced by inequalities. Since for an irreversible process, 


< J’d.s, 

[. (3), (4), (5), and (6) of Art. 54 become, respectively, 

ridii < T(h — Aj)dv, 
di < re/, S' 4- Avdp, 

— dF > sd T + Apdv, 
d^ < A vdp — sd T. 


0) 


( 2 ) 

(3) 

( 4 ) 

(5) 


From the inequalities (4), (5), and (1) the following conclusions are at 
ce apparent : 

1. If the temperature and volume of a system remain constant, then from 
), dF<0. That is, r/F must be negative, and any change in the system 
ist result in a decrease of the function F. 

2. If the temperature and pressure remain constant, as in fusion and 
porization, then from (5), d^ < 0. Hence any change in the system must 
such as to decrease the function “I*. 

3. If the system be isolated, q = 0, and from (1), ds>0. Hence m an 
fated system any change must result in an increase of entropy. 

The conditions of equilibrium are readily deduced from these conclusions, 
ider the condition of constant T and v, change is possible so long as F 
u decrease. When F becomes a minimum, no further change is possible 
d the system is in stable equilibrium. Likewise, with T and p constant, 
hie equilibrium is attained when the function $ is a minimum. 

The fmictions F and are evidently analogous to the potential function 
in mechanics. A mechanical system is in a state of equilibrium when 
3 potential energy is a minimum, and similarly a thermodynamic system 
in equilibrium when either the function F or the function $ is a minimum, 
ir this reason F and $ are called thermodynamic potentials. 

By the use of thermodynamic potentials, problems relating to fusion, 
porization, solution, chemical equilibrium, etc., are attacked and solved. 


EXERCISES 

1 . From (V) derive an expression for the change of the heat content i 
len a gas following the law/jr — BT changes state. 

2. If the gas obeys van der Waal’s law, find an expression for the 
ange of the heat content i. 

3 . Apply equations (II), (IV), and (V) to the characteristic equation 
superheated steam, 
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4 . Callendar has i^roposed for superheated steam the equation 


Apply (VII) to this equation and show that c is a function of p and T. 

5. Give geometrical intei’pretations of the thermodynamic relations 
(C) and (D). 

6. From (I) and (II) derive expressions for dq and also for y for a 

gas following the law pv — BT. Show that the expressions for aie 

integrable, while those for dq are not. 

7. Derive (VI) and (VII) by the following method: Divide both mem- 
bers of (I) and (II) by T, and knowing that ds is exact, apply the 


criterion of exactness to the resulting differentials. 

8. Deduce the following relation between the specific heats and the 
functions F and : 


(a) cv = - T 


d^F, 

dr^' 


(i) c. 


T^-9 

dT^' 


9 . Using temperature-entropy coordinates, deduce a system of graphical 
representation for the three magnitudes Q, — U^, and W that appear in 
the energy equation. 

Suggestion. Through the point representing one state draw an iso- 
dynamic, through the other point a constant volume curve. 
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CHAPTER VII 


PROPERTIES OF GASES 

59. The Permanent Gases. — The term “permanent gas” 
survives from an earlier period, when it was applied to a series 
of gaseous substances which supposedly could not by any 
means be changed into the liquid or solid state. The recent 
experimental researches of Pictet and Cailletet, of Wroblewski, 
Olszowski, and others have shown that, in this sense of the 
term, there are no permanent gases. At sufficiently low tem- 
peratures all known gases can be reduced to the liquid state. 
The following are the temperatures of liquefaction of the more 
common gases at atmospheric pressure : 

Atmospheric air — 192.2° C. 

Nitrogen — 193.1° C. 

Oxygen - 182.5° C. 

Hydrogen - 252.5° C. 

Helium - 263.9° C. 

It appears, therefore, that the so-called permanent gases are 
in reality superheated vapors far removed from temperature of 
condensation. We shall understand the term “permanent gas ” 
to mean, therefore, a gas that is liquefied with difficulty and 
that obeys very closely the Boyle-Gay Lussac law. Gases that 
show considerable deviations from this law because they lie 
relatively near the condensation limit will be known as super- 
heated vapors. 

60. Experimental Laws. — The permanent gases, at the pres- 
sures usually employed, obey quite exactly the laws of Boyle 
and Charles, namely : 

1. Boyle’s Law. At constant temperature^ the volume of a 
oiven weiaht of aas varies inversely as the pressure. 
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sure of a gas is proportional to the change of temperature. 

By the combination of these laws the characteristic equation 
pv = BT is deduced. (See Art. 14.) In this equation T 
denotes absolute temperature on the scale' of the gas ^ther- 
mometer, and not necessarily temperature on the Kelvin 
absolute scale. 

The classic experiment of Joule showed that permanent gases 
obey very nearly a third law, namely : 

3. Joule’s Law. The intrinsic energy of a permanent gas is 
independent of the volume of the gas and depends upon the temper- 
ature only. In other words, the intrinsic energy of a gas is all 
the kinetic form. 

Joule established this law by the following experiment. Two 
vessels, a and 6, Fig. 32, connected by a tube were immersed in 
a bath of water. In one vessel air was compressed to a pres- 
sure of 22 atmospheres, the other 
vessel was exhausted. The tem- 
perature of the water was taken 
by a very sensitive thermometer. 
A stopcock G in the connecting 
tube was then opened, permit- 
ting the air to rush from a to 
5, and after equilibrium was es- 
tablished the temperature of the 
water was again read. No change of temperature could be 
detected. 

From the conditions of the experiment no work external to 
the vessels a and 6 was done by the gas ; and since the water 
remained at the same temperature, no heat passed into the gas 
from the water. Consequently, the internal energy of the air 
was the same after the expansion into the vessel h as before. 
Now if the increase of volume had required the expenditure of 
internal work, i.e. work to force the molecules apart against 
their mutual attractions, that work must necessarily have come 
from the internal kinetic energy of the gas, and as a result the 
temperature would have been lowered. As the temperature 
remained constant, it is to be inferred that no such internal 




woi-K WHS req^Liirea. jx gas iias, luereiore, no appreciaoie inter- 
nal iiotential energy ; its energy is entirely kinetic and depends 
upon tlie temperature only. 

Joule’s law may be expressed symbolically by the relations: 

“=/( 0 , 1 ^= 0 . 

dv 

The more accurate porous-plug experiments of Joule and 
Lord Kelvin showed that all gases deviate more or less from 
Joule’s law. In the case of the so-called permanent gases, air, 
hydrogen, etc., the deviation was slight though measurable ; but 
with the gases more easily liquefied, the deviations were more 
marked. The explanation of these deviations is not difficult 
when the true nature of a gas is considered. Presumably 
the molecules of a gas act on each other with certain forces, the 
magnitudes of which depend upon the distances between the 
molecules. When the gas is highly rarefied, that is, when it is 
far removed from tlie liquid state, the molecular forces are van- 
ishingly small ; but when the gas is brought nearer the liquid 
state by increasing the pressure and lowering the temperature, 
the molecules are brought closer together and the molecular 
forces are no longer negligible. The gas in this state possesses 
appreciable potential energy and the deviation from Joule’s 
law is considerable. 

61 . Comparison of Temperature Scales. — J oule’s law furnishes 
a means of comparing the two temperature scales that have 
been introduced: the scale of the gas thermometer and the 
Kelvin absolute scale. 

Since the intrinsic energy u is, in general, a function of T and 
V, we may write the symbolic equation 

( 1 ) 

dT dv 

But from the general equation (IV), Art. 56, 
du = Jcydt -1- T ~ P 


dv 


( 2 ) 



( 3 ) 


paring (1) and (2), we obtain 


hu 




_ rp 

dv 



-p. 


For a gas that obeys 


Joule’s law ^- = 
dv 


0, wlicnco from (H) 



( 4 ) 


Equation (4) is, however, precisely the e(piati()n tliat cx'proHSos 
Charles’ law when T is taken as the absolute temperature on 
the scale of the constant volume gas thermometer. Tims, if 
the change of pressure is proportional to tin; change of tem- 
perature when the volume remains constant, we have, taking 
as the pressure at 0° C., 


p-p, p 


that is. 


t — i + « 

dp ___ p 
dt “ T 


P 

T 


(see Fig. 2) ; 


It follows that the value of T is the same whether taken 
on the Kelvin absolute scale or on the scale of a constant- 
volume gas thermometer, provided the gas strictly obeys the 
laws of Boyle and Joule. The fact that any actual gas, as 
air or nitrogen, does not obey these laws exactly makes 
the scale of the actual gas thermometer deviate slightly from 
the scale of the ideal Kelvin thermometer. From the porous- 
plug experiments of Joule and Kelvin, Rowland has made a 
comparison between the Kelvin scale and the scale of the air 
thermometer. 


62. Numerical Value of B. — The value of tlie constant B for 
a given gas can be determined from the values of jp, r, and T be- 
longing to some definite state. The specific weights of various 
gases at atmospheric pressure and at a temperature of 0° C. 
are given as follows ; 


Atmospheric air ...... 0.08071 lb. per cubic foot. 


Nitrogen 0.07829 lb. per cubic foot. 

Oxygen 0.08922 lb. per cubic foot. 

Hydrogen 0.00561 lb. per cubic foot. 

Carbonic acid 0.12268 lb. per cubic foot. 


A pressure of one atmosphere, 760 mm. of mercury, is 10,333 kg. 
jjer square meter = 14.6967 lb. per square inch =2116.32 lb. 
per square foot. Taking as 491.6 the value of T on the P. 
scale corresponding to 0° C., we have for air 


_ p _ 2116.32 

0.08071 X 491.6 


53.34. 


In metric units the corresponding calculation gives 

— 29 26 
273.1 X 1.293 ' ' 


The values of B for other gases may be found in the same way 
by inserting the proper values of the specific weight 7 . 

63. Forms of the Characteristic Equation. — In the character- 
istic equation as usually written, 

pv = BT, 0) 

V denotes the volume of unit weight of gas. It is convenient 
to extend the equation to apply to a 2 iy weight. Letting M 
denote the weight of the gas, we have for the volume F" of ilT 
lb. (or kg.), V = Mu, whence instead of (1) we may write : 

pV=MBT. (2) 

This equation is useful in the solution of problems in which 
three of the four quantities, p, v, T, and M, are given and the 
fourth is required. 


Example. Find the pressure -when 0.6 lb. of air at a temperature of 
70“ F. occupies a volume of 3.5 cu. ffc. 

From (2) 

p ~ ^ + = 4843.7 lb. per square foot 

= 33.63 lb. uer souare inch. 


advantageous in the solution of problems that involve tw 
states of the gas. If (pp Fp and (pg, are the tw 

states in question, then 

Pi -. P2^^2 . (3 


rn 

^1 J .2 


With this equation any consistent system of units may be usee 


Example. Air at a pressure of 14.7 lb. per square inch and liaving 
temperature of 60° F. is compressed from a volume of 4 cu. ft. to a volun 
of 1.35 cu. ft. and the final pressure is 55 lb. per square inch. The finj 
temperature is to be found. 

From (3) we have 

14.7 X 4 _ 55 X 1.35 
60 + 459.6 + 

whence = 196.5° F. 


EXERCISES 

1 . Find values of B for nitrogen, oxygen, and hydrogen. 

2 . Establish a relation between the density of a gas and the value of tl 
constant B for that gas. 

3 . Find the volume of 13 lb. of air at a pressure of 85 lb. per square inc 
and a temperature of 72° C. 

4 . If the air in Ex. 3 expands to a volume of 30 cu. ft. and the fin 
pressure is 20 lb. per square inch, what is the final temperature ? 

5 . What weight of hydrogen at atmospheric pressure and a temperatu 
of 70° F. will be required to fill a balloon having a capacity of 12,000 cu. ft 

6. A gas tank contains 2.1 lb. of oxygen at a pressure of 120 lb. p 
square inch and at a temperature of 60° F. The pressure in the tank shou 
not exceed 300 lb. per square inch and the temperature may rise to 100° ! 
Find the weight of oxygen that may safely be added to the contents of tJ 
tank. 


64. General Equations for Gases. — The general equatioi 
deduced in Chapter VI take simple forms when applied 1 
perfect gases. From the characteristic equation 


pv = BT 

we obtain by differentiation 

/ dp\ _B _ f dv\ _B 
KbTJv v' 




introducing tnese vames or tue derivatives in tlie general 
equations (I)-(V) and (VIII), tlie following equations are 
obtained : 

rp 

do =CydT AB — dv, (I a) 

' V ^ 

dq — Cpd T — AB — dp, (II a) 

P 

, AB ( T T , T .-ttt n 
dq = Cj, — dv + — dv , (111 a) 

Cp-0„\ V p J 

du = Jc„dT, (IV a} 

di = c^dT, (Ya') 

Cp ~ c„ = AB. (VIII a) 

The first two equations may be still further reduced by 
means of the characteristic equation to the forms 

dq = c,.dT + Apdv, (I 5) 

dq — Cpd T — Avdp (II 5) 

The ratio ^ of tlie two specific heats is usually denoted by 

k. The introduction of this ratio reduces (III a) to the sim- 
pler form, 

dq = — [Jcpdv -h vdp'] . (Ill V) 

k — 1 

Equation (IV a) simply expresses symbolically Joule’s law 
that the change of energy of a gas is proportional to the change 
in temperature. Equation (I h') follows independently from 
(IV a) and the energy equation ; thus 
dq = Adu + Apdv 

' = CydT+ Apdv, since AJ — 1. 

EXERCISES 

1. Deduce (VIII a) from (I h), (II h), and the characteristic equation. 

2. Derive (V a) from (lY a) and the equation pv =BT. 

3. From (I «), (II a), and (III a) derive expressions for 

4i From (III b) deduce the equation of the adiabatic curve in pr-co6rdi- 
nates. 
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5. From (I a) derive the equation of an adiabatic in rw-coordinates, 

6. Using the method of graphical representation explained in Art, 32, 
show a graphical representation of equation (I fc). 

65. Specific Heat of Gases. — If a gas obeys the law pv = BT, 
the specific heat of the gas must be independent of the pressure 
and also independent of the volume. This principle was shown 
in Art. 57. The specific heat (g^ or c„) may, however, vary 
with the temperature, and the results of recent accurate experi- 
ments over a wide range of temperature show that such a vari- 
ation exists. As a general rule, the law of variation is 
expressed by a linear equation ; thus 

= a -f 
— ht. 

When the range of temperature is large, as in the internal 
combustion motor, the variation of specific heat with tempera- 
ture must be taken into account. In the greater number of 
problems that arise in the technical applications of gaseous 
media it may be assumed with sufficient accuracy that the 
specific heat has a mean constant value. 

For air the value of as determined by Regnault, is 0.2375 
from 0° to 200° C. Recent experiments by Swann give the 
following values : 

0.24173 at 20° C. 

0.24301 at 100° C. 

In ordinary calculations we may take e^, = 0.24. 

The value of Oj, for carbon dioxide (COg) is usually given as 
0.2012. Swann found the values 

0.20202 at 20° C., 

0.22121 at 100° C. 

The value of Cp for other gases for temperatures between 0° 
and 200° C. may be taken as follows: 

Hydrogen .... 3.4240 

Nitrogen .... 0.2438 


Values of the ratio ^ = -2 have been determined by various 

experimental methods. For air the results obtained range from 
A; = 1.39 to h = 1.42. From the experimental evidence it seems 
probable that the true value lies between 1.40 and 1.405. In 
calculations that involve this constant, we shall take the value 
1.4 as convenient and sufficiently accurate. For air, there- 
fore, 0.24 --1.4 = 0.171. 

The values of k and of for other gases may be taken as 
follows : 


Hydrogen .... 

k 

1.4 

Cv 

2.446 

Nitrogen .... 

1.4 

0.174 

Oxygen .... 

1.4 

0.155 

Carbon dioxide 

1.3 

0.162 

Carbon monoxide 

1.4 

0.173 

Ammonia .... 

1.32 

0.387 


If in equation (VIII a), is replaced by the result is the 

Hj 

relation 

k 

Each of the four magnitudes Cp, k, A, and B have been deter- 
mined experimentally, and this equation serves as a check. 

66. Intrinsic Energy. — An expression for the intrinsic 
energy of a gas is obtained by integrating (IV a). Thus 

u = J^G^dT—JcyT-\-UQ^ ( 1 ) 

if is assumed to be constant. The constant of integration 
Uq is evidently the energy of a unit weight of gas at absolute 
zero. Since, however, we are not concerned with the absolute 
value of the energy, but the change of energy for a given 
change of state, the constant Mq drops out of consideration 
when differences are taken, and we need make no assumption 
as to its value. Hence, if T-^ and {p^-, T^') are the 

coordinate of the initial and final states, we have 


( 2 ) 
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This formula gives the change of energy per unit weight of 
gas. For a weight M the formula becomes 

U^- (3) 

A clear understanding of the physical meaning of formula 
(2) is of such importance that it is desirable to give a second 
method of derivation, one based directly upon Joule’s law. 

According to Joule’s law the energy of a unit weight of gas 
is dependent on the temperature only. Hence, if Fig. 33, 

is an isothermal, the energy 
of the gas in the state A is 
the same as in the state D-, 
likewise, the energy of the 
gas at all points on the iso- 
thermal ITg is the same. It 
follows that the change of 
energy in passing from tem- 
perature to temperature 
is the same, whether the path 
is AB^ A (7, or BE. 

Since the energy is directly proportional to the temperature, 
the change of energy is directly proportional to the cha^ige of 
temperature. Hence 

(^2 ~ ^ l )’ (‘^) 

in which a denotes a proportionality-factor. To determine the 
factor a, we choose some particular path between the isother- 
mals T-^ and (Fig. 33). As we have seen, if this constant 
is established for one path it holds good for every other path. 
The most convenient path for this purpose is a constant volume 
line, as A 0. The heat required for a rise in temperature from 
Tito is = 

Since in the constant volume change, the external work is zero, 
we have from the general energy equation 

~ '^2 ~ '^v 

Comparing these equations, we have 



Fig. 33. 



A ioimiua lor tne ciiange oi energy in terms of p and Fmay 
be derived from (3). Multiplying and dividing the second 
member by 

- Pi = - MBT,') 

kZTl • 05 ) 


In (5) and denote the final and initial volumes, respec- 
tively, of the weight of gas under consideration; consequently 
it is not necessary to find the weight M in order to calculate the 
change of energy. It is to be noted, however, that in using 
(5) pressures must be taken in pounds per square /ooi. 

Examplk. Find the change of energy wlien 8.2 cu. ft. of air having a 
pressure of 20 lb. per square inch is compressed to a pressure of 55 lb. per 
square inch and a volume of 3.72 cu. ft. 

Using the value k = 1.40, 


Ua - Ui = 144 X 


55 X 3.72 - 20 X 8.2 
0.40 


= 14,61 6 ft,, lb. 


67. Heat Content. — The change in heat content correspond- 
ing to change of state of a gas is readily derived from the 
general equation (V a). 


Tlius, i = ^ c^dT=c^T+i„ (1) 

and = (2) 

Introducing the factor AB in the second member of (2), 


= ^ 7 -^ (m-m) 


( 3 ) 


For a weight of gas ilf, (2) and (3) become, respectively, 




( 4 ) 



Clliu, 


-2 .. .. 


68. Entropy. — Expressions for the change of entropy are 
easily derived from the general equations (la), (II a), and 
(Ilia). Dividing both members of these equations by T, we 


have 


, dq dT.-r.dv 

dS jy rp y ’ 

( 1 ) 

_ dq dT . -j^dp 

( 2 ) 

dv dp 

as = c -.- — h 

-7) nn 

( 3 ) 


Hence for a change of state from (p^ to (pg^ ^ 2 ’ ^ 2 )’ 




«2 - «1 = ^ ~ 






iog.^-ji5ioga 

-^1 Pi 


(■Jt) 

( 5 ) 


= ^?pl0ge^+ (6) 

^1 Pi 

These formulae give the change of entropy per unit w'eiglit 
of gas. For any other weight the change of entropy is 
M(s^ — Sj). Equations (4), (5), and (6) are in reality identi- 
cal. Each can be derived from either of the other two by 
means of the relations pv = BT^ Cp — Cy = AB. In the solution 
of a problem, the equation should be chosen that leads most 
directly to the desired result. 


EXERCISES 

1 . From (4), ( 0 ), and (6) deduce expressions for the change of eiitropy 
corresponding to the following changes of state : (a) isothermal, {h) at con- 
stant volume, (c) at constant pressure. 

2. By making Sj — = 0 (4), (5), and (G), deduce relations between 

T and v, T and^;, and jrj and v for an adiabatic change of state. 

69. Constant Volume and Constant Pressure Changes. — In 

heating a gas at constant volume the external work is zero. 
Hence, 


Q = A(U,-U,')=:Mo,(T,-T{). 


( 1 ) 






that is, area A^ABB^ < area A-^ACQ-^. 

70. Isothermal Change of State, — If is made constant in 
the equation ^ 7”= il£Z?2', the resulting equation 

p F= iq Vi = constant (1) 

is the equation of the isothermal curve in p F-coordinates. This 
curve is an equilateral hyperbola. The external work for a 
change from state 1 to state 2 is given by the general formula 

W,,= (^pdV. ( 2 ) 

Using (1) to eliminate p^ we have 

= MST\og,^. (3) 

1 

For the change of energy, 


hence 

and 


^2- U, = JMc,(T,-T{) = 0; 

Qi2 = ^ '^12 = ^7^1 log, 

= ^ = 4hillog, S = ABMlog, p. 


G) 

( 5 ) 

( 6 ) 


Since in isothermal expansion the work done is wholly suj)- 
jilied by the heat absorbed from external sources, it follows that 
if the expansion is continued indefinitely, the work that may be 
obtained is infinite. This is also shown by (3), thus : 




71. Adiabatic Change of State. —To derive the ^o-eqnation of 
an adiabatic change of state, we may use the general differen- 



uicn jj uiiu V iis vanaoies. me most con- 

venient form of this equation is (III a), 

dq = YHx l^ipdv ) . ( 1 ) 


During an adiabatic process no heat is supplied to or ab- 
stracted from the system ; hence in (1) dq - 0, and therefore 

vdp -I- kpdv = 0. (2) 

Separating the variables, 

dp [ 'kdv 

p V 

whence logeP -f h log^ v = log (7, 

or pv^ = O. (3) 

The relation between temperature and volume or between 
temperature and pressure is readily derived by combining (3) 
and the general equation pv = BT. Thus from 

pv^ ~ (7, 
pv — B% 


we get by the elimination of j?, 




0 . 

BT’ 


that is, Tv^-^= const. (4) 

Similarly, by the elimination of v, we obtain 

^k-\ — ?^rpk. 

V - t’ ■ 

k-\ 

that is, = const. (5) 


If we choose some initial state, p-^^ Vj, iTj, the constants in 
(4) and (5) are determined, and the equations may be written 
in the homogeneous forms 


rji _ 

\\v) ’ 


k-\ 



( 6 ) 

a.) 


Since in an adiabatic change the heat Q is zero, the energy- 
equation gives 

whence using the general expression for the change of energy, 


yfc-i ' 


( 8 ) 


By means of the equation ' 

the final volume 1^ may be eliminated from (8). The result- 
ing equation is 




A --1 
k -I 


( 9 ) 


Example. An air compressor compresses adiabatically 1.2 cu. ft. of free 
air (i.e. air at atmospheric pressure, 14.7 lb. per square inch) to a pressure 
of 70 lb. per square inch. Find the -work of compression; also the final 
temperature if the initial temperature is 60° F. \\ ... 

For the final volume, we have 


1.2 


70 


0.393G cu. ft. 


The work of compression is 


piFi -p,F 2 _ 144(14.7 X 1.2 - 70 x 0.3036) _ 


it- 1 


0.4 


3568 ft.-lb. 


The initial temperature being 60° + 459.6° = 519.6° absolute,- we have for 
the final temperature 


whence 


T2 = 519.6 
h = 352° F 


OA 

JO V-1 
14.7 


= 811.6 abs., 


72. Polytropic Change of State. — The changes of state con- 
sidered in the preceding sections are special cases of the more 
general change of state defined by the equation 



By giving n special values we get the constant volume, constant 
pressure, and other familiar changes of state. Thus : 


for ?^ = 0, = const., %.&. 'p = const, 

for n = CO, p^v = const., v = const, 

for n = \, pv = const., isothermal, 

for n = k, pv^= const., adiabatic. 

The curve on the p F’-plane that represents Eq. (1) is called 
by Zeuner the polytropic curve. 

By combining (1) with the characteristic QC[n 2 it\onpV—MBT, 
as in Art. 71, the following relations are readily derived 

71-1 


z 

T, 


n-l 


( 2 ) 


For the external work done by a gas expanding according to 
the law pV^ -p-^ Vp = const.. 


from the volume FI to the volume F7, we have 




= pZi 


pi-n- 


-F2^2-PZi. 

1 — n 


( 3 ) 


The change of energy, as in every change of state, is 
TT _ 77 —P2^^2~'PZi. 

T:rr- 


( 4 ) 


Hence, from the energy equation, we have for the heat absorbed 
by the gas during expansion 

^P2 '^2-Pi'^i +pZZzPiZi, 


or 


JQn 


U 2 - 

k — n 




k-1 

(P2'^2-Pl^l)’ 


(5) 


Comparing (3), (4), and (5) we note that the common factor 
(p<PVn—p-\VP) occurs in the second member of each expression. 



JTiT O 


useful relations : 

W k-1 

U^-Ui 1—n 

(6) 


W_k-1 

a) 


JQ k — n 


JQ k — n 

^ 2-^1 1 “ 

(8) 

These may be combined in the one expression 


W: U^- 

U-^:JQ=k—l:l—n:k — n. 

( 9 ) 


Example. Let a gas expand according to the law 
j) = const. 

Taking k — lA, we have 

W: U2~ Ui:JQ = 0A:-0.2:0.2 = 2:--l:l; 


that is, the extei’nal work is double the equivalent of the lieat absorbed by 
the gas and also double the decrease of energy. 

73. Specific Heat in Polytropic Changes. — From Eq. (5), 
Art. 72, an expression for ^,^2 terms of the initial and final 
temperatures of the gas may be readily derived. Since 


(5) becomes 


= and = MBT^, 


Q 


12 


MAB k~n 
7c — 1 1 — n 




But 


AB 


hence, = mA — - T{). 

W e have, in general. 


( 1 ) 


Qn^Mc^T^-T^). ( 2 ) 

where c denotes the specific heat for the change of state under 
consideration. Comparing (1) and (2), it appears that 


c = 


k — n 
1 — n 


( 3 ) 


Hence, for the polytropic change of state, the sp)ecijic heat is con- 
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stant (assuming to be constant) and its value depends on tlie 
value of n in the equation p F” = const. 

It is instructive to observe from (3) the variation of c as n 
is given different values. For n = 0, c=^hc^ = Cp, and the 
change of state is reiDre- 
sented by the constant- 
pressure line «a, Fig. 35, 

36. For w = 1, c = 00 , and 
the change of state is iso- 
thermal (line 5). If w = /c, 
then c = 0, and the ex- 
pansion is adiabatic (line 
d). For values of n lying 
between 1 and /c, the value 
of c as given by (3) is 
evidently negative ; that 
is, for any curve lying ^ 
between the isothermal h 
and adiabatic rise of temperature accompanies abstraction of 
heat, and vice versa. This is shown by the curve c. 

It will be observed that 
in passing through the 
region between curves a 
and 5, n increases from 0 
to 1 and c increases from Cp 
to 00 ; then as n keeps on 
increasing from 1 to h, c 
changes sign at curve h by 
passing through oo, and 
increases from — oo to 0. 
As n increases from n=^k 
to n= + CO, c increases 
from c = 0 to <?=(?„; and 
for n= 00 , the constant 
volume case, c becomes 



Fig. 3G. 
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74. Determination of n. — It is freq^uently desirable in experi- 
mental investigation to fit a curve determined experimentally 
— as, for example, the compression curve of the indicator 
diagram of the air compressor — by a theoretical curve having 
the general equation pV'^^c. To find the value of the 
exponent ii we assume two points on the curve and measure to 
any convenient scale T^, and Then since 


we have 


log ?>,-lng?q 

log Fj- log Fa’ 


( 1 ) 


Example. In a test of an air compressor the following data were 
determined from the indicator diagram : 


At the beginning of compression, = 14.5 lb. per square inch. 

F = 2.50 on. ft. 

At the end of compression, pz = 08.7 lb. per sqixare inch. 

V'i = 0.77 cu. ft. 


Assuming that the compression follows the law p V" = const., we have 
for the value of the exponent 

n=l-2£6MAlMlM = i.32. 

log 2.56 — log 0.77 
The work of compression is 

_ 144(68.7x 0.77-15.5x 2.50) ^ _ „„„ 

1 — n — 0.32 


The increase of intrinsic energy is 


V , - fJ, ^ 144(68.7 x0.77- 14.5 x2.56) ^ 
k~ 1 0.4 


and the heat absorbed is 


^ _ 5680 - 7100 , oo -n 2 . 

0,11 = = - 1.83 B. t. u. 

The negative sign indicates that heat is given up by the air during com- 
pression ; this is always the case with a water-jacketed cylinder. 

If the initial temperature of the air is G0° F., or 519.6° absolute, the final 
temperature is 


2.56 \ 0-32 


EXERCISES 


1 . A curve whose equation is ■pV" - C is passed through the points 

Pi = 40, = 6 and = 16, Fg = 12.5. Find the value of n. 

2. Air changes state according to the law j^F" = C. Find the value of 
n for which the decrease of energy is one half of the external work; also the 
value of n for which the heat abstracted is one third of the increase of energy. 

3 . If 32,000 ft.-lb. are expended in compressing air according to the 
lawyiF’-^® = const., find the heat abstracted, and the change of energy. 

4 . In heating air at constant pressure 35 B. t. u. are absorbed. Find 
the increase of energy and the external work. 

5. A mass of air at a pressure of 60 lb. per square inch absolute has a 
volume of 12 cu. ft. The air expands to a volume of 20 cu. ft. Find the 
external work and change of energy : (a) when the expansion is isothermal ; 
(5) when the expansion is adiabatic ; (c) when the air expands at constant 
pressure. 

6 . If the initial temperature of the air in Ex. 5 is 62° F., what is the 
weight? Find the heat added and the change of entropy for each of the 
three cases. 

7 . Find the specific heat of air when expanding according to the law 
pyi. 2 !i ~ const. If during the expansion the temperature falls from 90° F. to 
— 10° F., what is the change of entropy? 

8 . Find the latent heat of expansion of air at atmospheric pressure and 
at a temperature of 32° F. 

9 . The volume of a fire balloon is 120 cu. ft. The aii’ inside has a 
temi:)erature of 280° F., and the temperature of the surrounding air is 70° F. 
Find the weight required to prevent the balloon from ascending, including 
the weight of the balloon itself. 

10 . A tank having a volume of 35 cu. ft. contains air compressed to 
90 lb. per square mch absolute. The temperature is 70° F. Some of the 
air is permitted to escape, and the pressure in the tank is then found to be 
63 lb. per square inch and the temperature 67° F. What volume will be 
occupied by the air removed from the tank at atmospheric pressure and at 
70° F. ? 

11 . Air in expanding isothermally at a temperature of 130° F. absorbs 
35 B. t. u. Find the heat that must be absorbed by the same weight of air 
at constant pressure to give the same change of entropy. 

12 . Air in the initial state has a volume of 8 cu. ft. at a pressure of 
75 lb. per square inch. In the final state the volume is 18 cu. ft. and the 
pressure is 38 lb. per square inch. Find: (n) the change of energy; (b) the 
change in the heat content ; (c) the change of entropy. 

13 . Find the work required to compress 30 cu. ft. of free air to a pressure 
of 65 lb. per squai’e inch, gauge according to the law^y^-® = const. Find the 

heat a.bst.rn.eterl rlnvinor eninni-essinTi. 



recourse to general equations. 

Suggestion. Let one pound of gas be heated through the tenipei ature 
range (n) at constant volume, (/;) at constant pressure. Find an 

exjiression for the excess of heat required for the second case and then 
make use of the energy equation. 

15 . Suppose the specific heat of a gas to he given by tlie linear relation 
Cy = a + bt. Deduce relations between v, and T for an adiabatic change. 
Suggestion. Use the general equation dq = c^dT + Ajidv and the char- 
acteristic equation pv = BT. 
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CHAPTER YIII 


GASEOUS MIXTURES AND COMPOUNDS. COMBUSTION 

75. Preliminary Statement. — In the preceding chapter we 
discussed the properties of simple gases with the implied 
assumption that chemical action was excluded. For many 
technical applications a knowledge of such properties is suffi- 
cient for the consideration of all questions that arise. On the 
other hand, investigations of the greatest importance, those 
relating to internal combustion motor, have to deal with 
gaseous substances that enter into chemical combination and 
(after combustion) with mixtures of inert gases. In the 
present chapter, therefore, we shall consider some of the pro- 
perties of gaseous compounds as dependent on chemical com- 
position, and also the properties of mixtures of gases. 

76. Atomic and Molecular Weights. — Let Ag, etc. denote 

different chemical elements and their corresponding 

atomic weights. Then if etc. denote the number of atoms 
of A'j, jS/g, etc. entering into a molecule of a given combination, 
the molecular weight of the compound is 

m = -|- + ••• etc. = '^na. (1) 

For the elements that enter into subsequent discussions the 
atomic weights (referred to the value 16 for oxygen) are as 
follows : 


Approximate 

Exact Value Integral Value 

Hydrogen 1.008 1 

Oxygen 16.000 16 

Nitrogen . * 14.040 14 

Carbon 12.000 12 

Sulphur 32.060 32 



ilie approximai/fc! mtegitn. vaiuuo 0,1. — 

practical purposes, in view of unavoidable errors in experi- 
mental results. 

Using these values, we have as the molecular weights of cer- 
tain important substances the following : 


Water 

H2O 

OT= 2 

X 

1 

+ 

1 

X 

16 = 

= 18 

Carbon monoxide 

CO 

1 

X 

12 

+ 

1 

X 

16 = 

= 28 

Carbon dioxide 

CO2 

1 

X 

12 

+ 

2 

X 

16 = 

= 44 

Ammonia 

NHg 

1 

X 

14 

+ 

3 

X 

1 = 

= 1T 

Methane 

CH, 

1 

X 

12 

+ 

4 

X 

1 = 

= 16 

Nitrogen 

^2 





2 

X 

14 = 

= 28 

Hydrogen 

H2 






2 : 

< 1 = 

= 2 


The composition by weight of a compound is readily deter- 
mined from the value of w, d-, and m. Thus in a unit weight 
(pound) of compound there is 

I 

lb. of element 
ni 

t 

lb. of element etc. < 

m 

For example, CO2 is composed by weight of || carbon an 4 
If oxygen, NHg is composed by weight of nitrogen and 
hydrogen. 


77 . Relations between Gas Constants. — If in the character- 
istic equation pv = BT^ which holds approximately for any 


gaseous substance (mixture or compound), we replace by - 
we have 



( 1 ) 


Here 7 denotes the weight of unit volume of the gas. From 
this relation it is seen that for a chosen staiidai^d pressure and 
temperature, for example, atmospheric pressure and 0°C., the 
product B'y is the same for all gases. But since the specific 
weight 7 of a gas is directly proportional to the molecular 
weight m, it follows that the product Bm is likewise the same 


lor ali gases. Denoting this product Bm by JK, we have for 
the characteristic equation of any gas 

pv = ^T. (" 2 ^ 

m ^ 

From (1) we obtain the relation 

B = £m = ^-, (3) 

hence the numerical value of B can be found when the values 
of m and y are accurately known for any one gas. From Mor- 
ley’s accurate experiments, we have for oxygen 7 = 0.089222 lb. 
per cubic foot at atmospheric pressure and 32° F. ; and for 
oxygen m = 32. Inserting these numerical values in (3), we 
obtain 

B = 2116.3 X 32 _ 

0.089222 x 491.6 


The constant B is called the universal gas constant. From it 
|the characteristic constant B of any gas can be determined at 
^nce from the molecular weight. Thus for carbonic acid we 
^ave 

1 j>^^,1544 


= 35.09. 


From the general formula 




— = AB 


( 4 ) 


for the difference between the specific heats of a gas, we have 


AB^ 1544 1 ^ 1.9855 
m 777.64 w m 


( 5 ) 


This relation gives a ready method of calculating one specific 
heat from the other when the molecular weight m is known. 

Thus for CO 2 , = 0.0451, and if r,= 0.2020, we 

have = 0.2020 ~ 0.0451 = 0.1569. 

It is convenient to express the specific weight 7 and the 
specific volume of a gas in terms of the molecular weight m. 
These constants are referred to standard conditions, namely, 
atmospheric pressure and a temperature of 32° F. From (3) 


we have 



( 6 ) 



whence inserting tiie numerical vaiuea, 

!r= 491.6, 

ry = 0.002788 m. 

For the normal specific volume, we have 

__ 1 _^RT1 

7 p m 

358.65 


jX JLU. c./, JLV 


or 


m 


a) 

(8) 


From the preceding relations, the following values are readily 
found for the constants of certain gases. 



Gas 

Chemical 

Symbol 

Molecular 

Weight 

m 

Charactor- 

istic 

Constant 

B 

Dill’oronco 
of Specific 
Ilonts 

Cji Cy 

Weight per 
cubic foot at 
fi‘2'’ F. and 
Atniosi)heric 
I’russuro 

Volume ]>er 
pound 
at ii'2° F. 
and Almos- 
phoric 
Pressure 

c 

Oxygen .... 

O 2 

32 

48.249 

0.0621 

0.089222 

11.208 


Hydrogen . . . 

H 2 

2.016 

765.86 

0.9849 

0.005021 

177.9 


Nitrogen ... 

Ng 

28.08 

54.985 

0.0707 

0.07829 

12.773 


Carbon dioxide . 

CO 2 

44 

35.09 

0.0451 

0.12268 

8.151 


Carbon monoxide 

CO 

28 

55.142 

0.0709 

0.078028 

12.81 


IMetbane . . . 

CI-I 4 

16.032 

96.314 

0.12.38 

0.04470 

22.37 


Ethylene . . . 


28.032 

55.079 

, 0.0708 

0.078036 

12.794 

"n.j 

Air 

— 

— 

53.34 

0.0086 

0.08071 

12.39 


78. Mixtures of Gases. Dalton’s Law. — A mixture of several 
gases that have no chemical action on each other obeys very 
closely the following law first stated by Dalton : 

The pressure of the gaseous mixture upon the walls of the con- 
taining vessel is the sum of the pressures that the constituent gases 
wovld exert if each occupied the vessel separately. 

Like Boyle’s law, Dalton’s law is obeyed strictly by mix- 
tures of ideal perfect gases only. Mixtures of actual gases show 
deviations from the law, these being greater with gases most 
easily liquefied. For the purpose of technical thermodynamics, 
however, it is permissible to assume the validity of Dalton’s 
law even in the case of a mixture of vapors. 

Let V denote the volume of a given mixture, iHfp ATg, . • • 
the weights of the constituent gases, and B^, . . . the 
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constants for those constituents ; then the partial pressures of 
the constituents, that is, the pressures they would exert sepa- 
rately if occupying the volume V, are : 


y P% ■ ~ y- 1 Pz~~ j/' 1 *” 


G) 


According to Dalton’s law the pressure p of the mixture is 
P=Pi-i-P2 + P3+ ••• ^2-^2 +^3-^3+ •••). (2) 


Furthermore, if M is the weight of the mixture. 


+ + ••• =2 A?;.. (3) 

Let us now introduce a magnitude B^ defined by the equation 
3IBn = M^Bi -f- M^B^ + ATg.Sg + ••• ; (4) 

then (2) takes the form 

pV^MB^T. (5) 

The constant B^ may be regarded as the characteristic con- 
stant of the mixture. It is obtained from (4), which may be 
written in the more convenient form 




2Ai;g, 

M * 


( 6 ) 


The partial pressures may readily be expressed in terms of 
the pressure of the mixture. Thus combining (1) and (5), 
we obtain 


Pi — Pi — -^^^^2 etc 
p~MBj p~MBj ' 


G) 


Example. A fuel gas has the composition by weight given below. Tlie 
value of the constant for this gas is found as indicated by the following 
arrangement : 


Constituents 


Weight 
0 04. 


B 

as.oo 


MB 
1 . 40.20 


Since ilf = 1 and = 103.24, we have 

= 103.24. 

The apparent molecular weight of the mixture is 

1544 1. OP 

jjj _ — 14. 9() 

103.24 

and the weight per cubic foot under standard conditions is, therefore, 
y = 0.002788 X 14.00 = 0.0417 lb. 


79. Volume Relations. — Let Fg, Fg, denote the vol- 
ume that would be occupied at imessure p and temperature T 
by several gaseous constituents; then if B^, •••, denote 

the characteristic constants of these gases, we have 

pV, = M,B,T, ^Fg = M,B,T, pFg = 3f,B,T, .... (1) 

If now the gases be mixed, keeping the same pressure and 

temperature, the mixture will occupy the volume 

F=Fi-f-F2+F3-|-..., (2) 

and its weight will be necessarily 

+ + (3) 

Taking B^ as the characteristic constant of the mixture, we 
have 

pV^MB^T. (4) 

Comparing (1) and (4), we obtain the relations 

V~ MBj V~3IBJ" 


It will be seen that the volume ratios given by (5) are equal 
to the pressure ratios given by (7) of Art. 78. 

If 7 denotes the weight of a unit volume (1 cu. ft.) of gas, 
then 


7 


V V’ 


( 6 ) 


For the several constituents of a mixture, we have, therefore, 
M, = 7, Fi, M, = 7g Fg, M, = 73 (7) 

and for the mixture 

i\/r -i 


Similarly, we have for the specific volume of the mixture 

Since 7 = 0.002788 m = km (see Art. 77), we have from (7) 
M-j. = km-^ ifg = km^ F^, • • •, 

and M== + ... = 


Therefore, 


'y VI 


( 10 ) 


If further we denote by the quotient we have from (8) 




( 11 ) 


The constant we maj^ regard as the apparent molecular 
weight of the mixture, and from it we may determine the con- 
stants Cp— 7, and v of the mixture. 

Equations (10) and (11) are useful in the investigation of a 
mixture when the composition hy volume is given. The follow- 
ing example shows the method of procedure. 

Example, A producer gas has the composition by volume given below. 
Kequired the composition by weight and the constants of the mixture. 


Constituents Volume T m mY — 

2777 j-Fi 

H 2 0.08 2 0.16 0.006 

CO ........ 0.22 28 6.16 0.2308 

CH 4 0.024: 16 0.384: 0.014:4: 

CO 2 0.066 44: 2.904 0.1088 

N 2 0.61 28 17.08 0.64 

1.000 26.688 1.000 


According to (10) the last column gives the composition by weight. The 
constant rrim is 26.688; hence we have 




Cp Cy 


1544 

26.688 

1.9855 

26.688 


57.85. 


0.0744. 


y = 0.002788 X 26.688 = 0.07441. 


3.58.65 

26.688 


13.44. 


80. Combustion : Fuels. — The elements that chiefly combine 
with oxygen to produce reactions characterized by the evolution 
Imof QT»£i T-1 TT/^ ■p/^rran an d narbon. FnmTionnds that arc made 


up largely ot these elements are tiieis; tor example, metiiane 
CH4, benzol CgHg, alcohol CgHgO. The product of complete 
combustion of hydrogen is HgO, water ; that of complete com- 
bustion of carbon is COg, carbon dioxide. Sulphur is a possible 
constituent of fuels, and the product of combustion is SOg, sul- 
phur dioxide. 

Chemical reactions are, in general, characterized by the evo- 
lution or absorption of heat. The union of a combustible with 
oxygen is accompanied by the evolution of a considerable 
quantity of heat, and the heat evolved by the combustion of a 
unit weight of the combustible is called the heating value of 
the combustible. The beating value of hydrogen alone or car- 
bon alone must be determined by experiment, but the heating 
value of a compound of C and H may be calculated, at least 
approximately. 

Hydrogen and compounds containing hydrogen have two 
heating values, called respectively tlie liiglier and tlie lower. 
This arises from the fact that the product HgO may be either 
water or steam. If the temperature after combustion is above 
212°, the product exists as vapor, and the heat necessary to 
keep it in the vapor form is not set free ; hence, we liave the 
lower heating value. If, however, the vapor coiidenses, the 
heat of vaporization is recovered, and we have the higher heating 
value. 

The heating values of various fuels are given in the follow- 
ing table. 


Fuel 

B. T. U. 1 

KU PoTTNl) 

B. T. \r. PICK Ctrntc 
Foot at F. 

Low 


Ll)W 

Hydrogen .... 


G2100 


294 

Carbon 

c. 

14(i00 

14000 

— 

Carbon monoxide . 

CO 

4380 


312 

IMethane .... 

CH, 

23842 

21385 

950 

Ethylene .... 

CJb 

2142.9 

20025 

1503 

Acetylene .... 

CJb 

21429 

20073 

14!)9 


The heating value of a fuel mixture is determined from the 
heating values of the separate constituents. Denotiup- bv ilf.. 
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the weights of the constituents, by E^, E^, •••, the 
corresponding heating values per pound, and by E^ the heat- 
ing value of the mixture, we have 

+ + + -■:> E^ = M,E^ + M^E^ + M^E^ + ..., 

whence (1) 

By a similar procedure the heating value per cubic foot may 
be obtained when the composition by volume is given. 

Example. Required the lower heating value of the producer gas de- 
scribed in the example of Art. 79. 

For the heating value per pound we have 


-V IT MH 

Ha 0.006 52230 313.38 

CO 0.2308 4380 1010.9 

CHi 0.0144 21385 307.94 

2 il/i7 = 1632.2 


Since M = 1, we have IJm = S MH = 1632.2 B. t. u. per lb. 

The heating value per cubic foot (at 32“ F. and atmospheric pressure) is 
evidently the product 

//™y = 1632.2 X 0.07441 = 121.5 B. t. u. 

Or from the composition, we have 


r II rn 

Ha 0.08 294 23.!52 

CO 0.22 342 75.24 

CI-H 0.024 956 22.94 

121.7 B. t. u. per cu. ft. 


The difference in tlie two results is due to approximations in the calculation, 
and is of no importance. 

81. Air required for Combustion and Products of Combustion. 

— The oxygen required for the complete combustion of a given 
fuel is determined from the equation of the reaction. For 
example, the combustion of methane, CH^, is given by the 
equation 

CH4 + 2 O2 = CO2 + 2 HgO ; 
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and two molecules of HgO. Since by Avogadro’s law the 
volumes are proportional to the numbers of molecules enter- 
ing into the equation, we may also read the preceding chemical 
equation as follows : two volumes of oxygen combine with one 
volume of CH^, producing one volume of COg and two volumes 
of H 2 O. 

Taking the molecular weights of the four gases into con- 
sideration, we may write the equation 

16 -j- 2 X 32 = 44 -1- 2 X 18. 

From this it appears that one pound of CIT^ requires for com- 
plete combustion f | = 4 lb. of oxygen and the products are 
If = 2.75 lb. of CO 2 and ff = 2.25 lb. of H 2 O. 

Since oxygen is 23 per cent of air by weight, the weight of 
air required for the complete combustion of one pound of 011 ,^ 

is = 17.4 lb. The volume of air required for the burning 
0.23 cy 

of one cubic foot of CH. is — ^ = 9.52 cu. ft. 

^ 0.21 

We may generalize the process illustrated by the preceding 
example as follows : 

Let the gaseous fuel have the composition and let 

cfgs «3 denote the atomic weights of C, H, and 0, respectively. 
Then the molecular weight of the fuel in question is 

m = -)- ^ 2^2 + ^ 3 ^ 3 . 

The equation of the reaction may be written 

-f xO^ = yCO^ + gtHgO, 

where a;, y, and z indicate the number of molecules of the 
respective substances. Comparing the two members of the 
equation, we find 

2/ = Wi, 

Z = I Wgi 

923-f2a; = 2 y-p 0 , 

whfinp.ft O' = ^ _ .V. I 1 .V, 1 
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for alcohol CgHgO, rc = 2 + f — = 3, y = 2, and z = S, showing 
that for the combustion of one cubic foot of alcohol vapor, 
3 cu. ft. of oxygen are required, and the resulting products are 
2 cu. ft. of CO2 and 3 cu. ft. of HgO. 

To get the relations between the weights of the substances 
under consideration we must introduce the molecular weights 
in the reaction equation. Thus we obtain 

m + 2 aga; = + 2 ag) + 2 (2 + (fs), 

from which follow the ratios : 


_ weight of oxygen 
weight of fuel 


2 

m 


- 3(2 

m 


y' 


_ weight of CO, _ y (at + 2 a,) _ TO g ^ 

Aveight of fuel m m ^ ® ’ 


_ weight of li^O _ 2(2 + a^) _n^.o , n 

z — — — 7-7- r ^ “3^' 

weight of fuel m zm 

If we make use of the integral values of the atomic weights, 
namely, <*^ = 12, = 1, ag = 16, we have for the complete com- 
bustion of one pound of the combustible ; 

16 

x’ = oxygen required = — (2 — ng) lb. ; 


= COg produced = 44 ^ lb. ; 

z' = H2O produced = 9 ^ lb. 

Taking alcohol, C2HgO, for example, we have 
= 2, ^2 = = 2 X 12 + 6 X 1 + 16 = 46, whence 

a;' = -11(2 X 2 + 1- X 6 - 1) = 2.08T ; 

y =iL^ = 1.913; 

^ 46 

1.174. 

46 

The weight of air required per pound of alcohol is 



and the weight of nitrogen appearing among the products of 
combustion is, therefore, 9.075 — 2.087 = 6.988 lb. 

If a gaseous fuel is a mixture of several combustible con- 
stituents, the values of x\y\ and z' may be found for the indi- 
vidual constituents separately. Then if are the 

weights of the constituents respectively, we have 

M M M ' 


Example. For the producer gas heretofore investigated, we iiave tlie 
following values : 


M m' 

y' 

s' 

uVx' 

Mu' 

Ms' 

0.006 8 

0 

9 

0.048 

0 

0.051- 

CO 0.2308 0.571 

1.571 

0 

0.1318 

().3()2() 

0 

CH, 0.0144 4 

2.75 

2.2 i 

) 0.0576 

0.039(3 

0.0321 

CO 2 0.1088 0 

1 

0 

0 

0.1088 

0 

Nj 0.64 0 

0 

0 

0 

0 

0 

1.00 



0.2374 

0.511 

0.0864 

One pound of the gas requires 0.2374 lb. of oxygen for coniplet (3 combustion. 

The weight of air required is. 

therefore, 0.2374 -f- 0.23 = 

1.032 lb., and this 

air brings wdth it 1.032 - 0.2374 = 0.7946 lb. of iiitvogoii. 

We have then the 

following balance : 






COiVSTITtTEtfTS 


Pbohuots 



Fuel gas 1.00 lb. 


C02 


0.511 11). 


Air 1.032 


I-L.0 


0.08(54 


2.032 lb. 


No 

0.64 -|- 0.704(3 

= 1.13 1(! 






2.0.32 lb. 

Taking the composition by volume, the following results are found : 

r X 

y 

z 

Vx 

yy 

Vs 

H, 0.08 0.5 

0 

1 

0.04 

0 

0.08 

CO 0.22 0.5 

1 

0 

0.11 

0.22 

0 

CH^ 0.024 2 

1 

2 

0.048 

0.024 

0.048 

CO 2 0.066 0 

1 

0 

0 

0.0(56 

0 

'^2 0.61 0 

0 

0 

0 

0 

0 

1.00 



0.198 

0.31 

0.128 


Since 0.198 cu. ft. of oxygen is required per cubic foot of gas, the volume of 
air required is 0.198 ^ 0.21 = 0.943 cu. ft., and the volume of nitrogen corre- 
sponding IS 0.943 - 0.198 = 0.745 cu. ft., which is added to the 0.01 cu. ft. in 
the fuel gas. The volume of gas and air before coiulm.stiou is 1 -f 0.943 = 
1.94.3 cu. ft., and the volume of the products is 0..31 -f- 0.128 -f 0.01 -f 0.745 


82. Specific Heat of Gaseous Products. — In deducing the 
special equations for gases we assumed that the sj)ecific heat 
of any gas remains constant at all pressures and temperatures. 
In many technical applications this assumption is sufficiently 
near the truth and is justified by the simplicity of the analysis 
based upon it ; but when a very wide range of temperature is 
encountered, as in the case of the internal combustion motor, the 
assumption of constant specific heat is no longer permissible. 

The gaseous products that come under consideration may be 
separated into two classes. (1) The simple or diatomic gases, 
as nitrogen, oxygen, air, etc. ; (2) the compounds, like carbon 
dioxide (CO 2 ) and steam (HgO), which may be regarded as 
superheated vapors rather than as gases. For the products in 
the first group, the law pv = holds quite exactly, and, there- 
fore (see Art. 57), the specific heat must be independent of the 
pressure, but may vary with the temperature. The substances 
in the second group, which are comparatively near the liquid 
state, do not follow the gas law closely, and for these the 
specific heat may vary with the pressure as well as with the 
temperature. The character of the variation of the specific heat 
of steam is shown in Fig. 71, Art. 133. At the lower tempera- 
tures the specific heat increases with the pressure, but as the tem- 
perature rises the influence of the pressure becomes negligible 
and the specific heat rises with the temperature. It is probable 
that the specific heat of CO 2 varies in somewhat the same manner. 

Experiments on the specific heats of various gases show that 
in general the specific heat rises with the temperature, and that 
the law governing the variation is expressed sufficiently well 
by the simple linear equation 

C = fl! -f- htt 

The formulas, as usually stated, give molecular specific heats, 
the molecular specific heat being numerically equal to the 
thermal capacity of a weight of the substance expressed by the 
molecular weight. Thus, since the molecular weight of carbon 
monoxide (CO) is 28, the molecular specific heat of CO is 
numerically equal to the thermal capacity of 28 pounds of CO. 
We mav denote molecular snecific heat by the product me. It 
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gases are quite different, the molecular specific heats are sub- 
stantially identical. 

The results of Langen’s experiments are given by the follow- 
ing formulas, in which t denotes temperature in degrees C. 

For all simple gases 

= 4.8-1- 0.0012 (1) 

For carbon dioxide 

mc, = 6.7 + 0M52t. (2) 

For water vapor 

= 5.9 + 0.0043 i. (3) 

Dividing by the appropriate value of the molecular weight m, 
the heat capacity of a gas per unit weight is readily found. 
Thus for oxygen m = 32, and from (1) we have 
c„ = 0.15 + 0.00003T5t; 
for COj, w = 44, and from (2) we obtain 

= 0.1523 + 0.0001182 1 

Formulas (1), (2), and (3) give molecular specific heats at 
constant volume. From the relation m((?p — <?„)=: 1.9855 (see 
Art. TT), we have approximately mCp = 9wc„ + 2. Therefore, 
from the preceding equations we obtain corresponding equa- 
tions for Cp, namely : 


mcp — 6.8 + 0.0012 t', 

(-1) 

mCp = 8.7 + 0.0052 t ; 

(5) 

mCp = 7.9 + 0.0043 t. 

(«) 


For temperatures F. the preceding formulas become respec- 
tively: 

1. For simple gases 

(?, = i(4.77 + 0.000667 0 
m 

= -(4.48 + 0.000667 T') 
m 

= 1(6.75 + 0.000667 0 

m 

= 1(6.46 + 0.000667 T') 
m 



( 8 ) 


2. or carbon dioxide 


(?,= 0.15 + 0.000066 i 1 
= 0.12 + 0.000066 T] 

c^ = 0.195 + 0.000066 ^ 1 
= 0.165 + 0.000066 rj 

3. For superheated water vapor 

c„= 0.324 + 0.000133 i ' 

= 0.263 + 0.000133 T 
Cp = 0.435 + 0.000133 ^ | 
= 0.374 + 0.000133 


( 9 ) 

( 10 ) 


( 11 ) 

( 12 ) 


83. Specific Heat of a Gaseous Mixture. — Let il^, ••• 
respectively, denote the weights of the constituents of a mix- 
ture and •••, the corresponding specific heats. It is 

assumed that for a given temperature rise each constituent 
requires the same quantity of heat when mixed with other 
constituents as it would if separated from them. Hence, the 
heat Q required for a temperature change is 

Q = — ^i) + — 2\) + •••. 

But we have also 


Q=^McXT^~T{), 


where M— M-^ + + •••, and <?„ denotes the specific heat of 

the mixture. Combining these expressions, we obtain 

Mcy — + -^ 2+2 + •••, 


or 


_ 2i¥b„ 
M ' 


( 1 ) 


Likewise, 


_^Mc^ 

<^v- ]y[ 


( 2 ) 


Example, Find the specific heat c„ of a mixture of 1 lb. of the pro- 
ducer gas described in the example of Art. 79 and 1.25 lb. of air, which is 
about 20 per cent in excess of the air required for complete combustion. 
Find also the specific heat c„ of the products of combustion. 

Of the 1.25 lb. of air furnished 0.2875 lb. is oxygen and 0.9625 lb. is 
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or 


For an adiabatic change dq = 0 hence from (1^, we have 

c^dT= — Apdv^ 
dv 


(ia + hT^dT=~ABT- 


( 4 ) 


From (4) we obtain upon integration 


T, 


« log,|^ +1{T^~T^')=AB log, ^ 


( 6 ) 


From the characteristic equation pv=BT^ we have 

Piv^ 

therefore (5) becomes 


or 


jTl ‘^2 


( 6 ) 


Finally, if in (5) we substitute for its equivalent we 


obtain 


^APi 


« loga -5 + 5(2^2 - ^i) = AB log, B log, 5 








whence ABlog.l^ = (a + AB)log,^ + b(:T^- 2\). (7) 
F or the external work of adiabatic expansion, we have 


Tr=. = JM^S^dT 

= JM^l\a + hT)dT 
= JMiaiT^ - T^) + IpTf - Tl)-]. ( 8 ) 

Equations (5), (6), and (7) are readily applied when the 
initial and final temperatures are given. When, however, 
the final temperature is required, the equation in T is tran- 
scendental and its solution requires a process of successive 
approximations. The illustrative example of the following 
article shows the method of procedure. 

85. Temperature of Combustion. — A close analysis of the pro- 
cess of burning a fuel gas under given conditions involves com- 
plicated equations, especially when the specific heat is taken as 
variable. The temperature and pressure at the end of the pro- 



cess are the results usuaiiy uesireu, auu. uncoo 
least approximately, by a simple method. 

Let denote the temperature of the gaseous mixture at the 
beginning of combustion and the desired final temperature ; 
E the lower heating value of the fuel per pound, and M the 
combined weight of one pound of fuel and of the air furnished 
for combustion (iHiTis evidently also the weight of tlie products 
of combustion). It is assumed that the combustion is complete, 
and tliat the heat H is all expended in raising the temperature 
of the products from to Tg. As a matter of fact, the com- 
position of the mixture during the combustion process is con- 
tinually changing, but as the specific heat changes but little, it 
is considered j)ermissible to base the calculation on the final 
products alone. We have then 

E=MC\a + hT')dT, ( 1 ) 

where a -f- 52^ is the expression for the variable siiecific heat of 
the products. From (1) we obtain upon integration 

+ ( 2 ) 

from which may be calculated. 

Example. The mixture of producer gas and air in the example of 
Art. 83 is compressed adiabatically from an initial pressure of 11-.7 lb. i^er 
square inch to a pressure of 150 lb. per square inch absolute. The initial 
temperature is 530° absolute. The mixture is then burned at constant 
volume and the products of combustion expand adiabatically to the initial 
volume. Required the temperature and pressure after compression, after 
combustion, and after expansion. Also the work of compression and the 
work of expansion. 

The characteristic constants of the fuel mixture and of the mixtvu’e of 
the products, respectively, are first required. Eor the fuel mixture we have 


iV B .V/>’ 

I-L 0.006 765.80 4.5i)516 

CO 0.2308 55.142 12.72677 

CH 4 0.0144 96.314 l.:386!)2 

CO 2 0.1088 35.09 3.81779 

Ng 1.6025 54.985 88.11346 

O 2 0.2875 48.249 13.87159 


2.25 124.512 

B = 124.512 4 - 2.25 = 55.34 ; AB = 0.07116. 


j:or me mixture oi proaucts, we ODtain H — ol.SO; AB - 0.06621. 

For the fuel mixture, the expression for the specific heat is 

= 0.1618 + 0.00002643 T. 

We have, therefore, from (7), Art. 84 

0.23296 log,^= 0.07116 log^^ - 0.00002643 - T{). 

-L j JL^» I 

To solve this equation for let us assume as a first approximation 
T<i - 1\ = 500. Then 

, 7^^010520 - 051^^ 

T, 0.2329S 


and 

Therefore, 

and 


■^= 1.921. 

y’l 

To = 1.921 X 530 
Ta - = 488.1. 


1018.1, 


As a second approximation, we assume T% — T^ = 490. We obtain 

w ^^ 0-16529 -O.Q12 _951_oe-3g^ 

^ 0.23296 


1.9231, 

T, 


Ti = 1.9231 X 530 = 1019.2, 


relation 

Thus, 


Tg - Ti = 489.2. 

As the assumed value of is so nearly attained, we may take the 

value Tg = 1020 as sufficiently exact. 

The ratio of initial and final volumes is now readily found from the 

= 0.1887. 

F, p, 7i 150 530 

For the external work required to compress one pound of the mixture, we 

have 

/• inuD 

(0.1618 + 0.00002643 T)dT - 69460 ft.-lb. 

If Tz denotes the temperature after combustion, we have from (2), taking 
c„ = 0.1544 + 0.00003753 T for the products of combustion, 

0.1544(7-3 - 1020) + ^-^^^|^ — (^3^ - lQ20^) = i|^; 

whence Tz = 3949°. 

To find the pressure pz, we must take account of the change of composi- 
tion during combustion. For the initial state, p^ =■ 55.34 J-g, at the end of 
combustion pzV — 51.50 Tz- Hence, we have 


^3 = .p Tl . = 150 X X = 540.4 lb. per sq. in. 

^ 55.34 


1020 55.34 
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For the adiabatic expansion, the ratio of volumes is the same as for the 
adiabatic compression. That is, ^=0.1887. 

From (5) Art. 84, we have 

o log.^ =i(I'‘-T,)+A£ log, s, 


which may be written in the form 


log7’, = logr3 + ^l^log^ + - 


2.;iO:2(j a 


(n- T,). 


Inserting the known values AJ3 = 0.0CG21, n = 0.1544, = 0.00003753, 



Ts = 3040,^ = 0.1887, we get 

log r.t = 3.7028 - 0.0001050 T^. 

This equation may bo .solved 
graphically, as shown in Fig. 37. As 
the value of T., evidently lies between 
2500° and 3000° we plot the curves 

.y = log T, 

and 7/ = 3.7028 - 0.0001050 

between these limits. The intersec- 
tion gives the desired value, 

= 2049°. 

The external work of expansion is 

= (0.1544 -I- 0.00003753 T)rir 

= 287,940 ft.-lb. 


EXERCISES 

The following are the compositions by volume of two gases, one a rich 
natural gas, the other a blast furnace gas : 


Natural Gas (Indiana) Blast Fuknaoe Gar 

0.02 IIj, 0.05 

■' 0.007 CO 0.27 

1. 0.931 CH 0.015 


1 


Work the following examples for each of these gases: 

1. Find the composition, by weight. 

2 . Find the heating value : 

(а) per cubic foot under standard conditions; 

(б) per pound. 

3. Calculate the constants y, v, and Cp — c„. 

4. Find the volume of air required for the combustion of one cubic 
foot. 

5. Find the weight of air required for the combustion of one pound. 

6. Find the products of combustion, by weight. 

7. Find the specific heat c„ of a mixture of the gas with air, the weight 
of air being 15 per cent in excess of that required for complete combustion. 

8. Find for the products of combustion, assuming that 15 per cent 
excess of air is used. 

9. Find the constants y, and v of the mixture of Ex. 7 ; also of the 
products of combustion. 

10 . The mixture of Ex. 7 is compressed adiabatically from a pressure of 
14.7 lb. per square inch to a pressui’e of 120 lb. per square inch in the 
case of the natural gas and to a pressure of 175 lb. per square inch in the 
case of the blast furnace gas. The initial temperature in each case is 80° F. 
Find the temperature at the end of compression in each case. 

11. Find the work of adiabatic compression. 

12 . Find the ratio of initial to final volume. 

13. If at the end of adiabatic compression the mixture is ignited and 
burns at constant volume, find the temperature at the end of the process, 
assuming that no heat is lost by radiation. 

14. After combustion the products expand adiabatically to the initial 
volume. Calculate the final temperatures. 

15. Find the work of adiabatic expansion. 

16. Assume that the adiabatic compression follows the law p F" = const. 
Find the values of n. Find also the values of n for the adiabatic expansion. 
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CHAPTER IX 


TECHNICAL APPLICATIONS. GASEOUS MEDIA 

86. Cycle Processes. — In any lieat motor, heat is conveyed 
from the source of supply to the motor by some medium, which 
thus simply acts as a vehicle or carrier. In practically all 
cases the medium is in the liquid or gaseous state, though a 
motor with a solid medium is easily conceivable. The perform- 
ance of work is brought about by a change in the specific 
volume of the medium due to the heat received from the source. 
By a proper arrangement of working cylinder and movable pis- 
ton this change of volume is utilized in overcoming external 
resistances. (In the steam turbine another principle is em- 
ployed.) The medium must pass through a series of changes 
of state and return eventually to its initial state, the series of 
changes thus forming a closed cycle. To use a crude illustra- 
tion, the medium taking its load of heat from the source at high 
temperature, delivering that heat to the working cylinder and 
to the cold body (condenser) and returning to the source for 
another supply may be compared with an elevator taking 
freight from an upper story to a lower level and returning 
empty for another load. 

Where the medium is expensive it is used over and over, and 
thus passes through a true closed cycle. Examples are seen in 
the ammonia refrigerating machine and in the engines and 
boilers of ocean steamers, in which fresh water must be used. 
In such cases we may speak of the motor as a closed motor. 
If the medium, on the other hand, is inexpensive or available in 
large quantities, as air or water, open motors are quite generally 
used. In these the working fluid is discharged into the atmos- 
phere and a fresh supply is taken from the source of supply. 
Even in this case the medium mav pass through a closed cycle, 



but all the changes of state are not completed in the organs of 
the motor. 

In this chapter we shall take up the analysis of several cycles 
that are of importance in tlie technical applications of gaseous 
media. In general, we shall assume ideal conditions, which 
cannot be attained in actual heat motors. However, the con- 
clusions deduced from the analysis of such ideal cycles are 
usually valid for the modified actual cycles ; furthermore, the 
ideal cycle furnishes a standard by which to measure the effi- 
ciency of the actual cycle. 

87. The Carnot Cycle. — Although the Carnot cycle is of no 
practical importance, it possesses the greatest interest from a 
theoretical point of view. Hence an analysis of it is included. 

Referring to Fig. 18, the heat absorbed from the source dur- 
ing the isothermal expansion AB is given by the equation 


= log,^, (1) 

^ a 

and the heat rejected to the refrigerator is 

( 2 ) 

* C 

The heat transformed into work is, therefore, 

^ QaO + Qcd = ^(pa K l0g« ~ - Ih K k)ge (S) 

Since in the state A the temperature is we have 

^aK = -^BT^, (4) 

and likewise F, = MB T^. (.1 ) 


Furthermore, for the adiabatic BQ we have the relation 




and for the adiabatic JDA the relation 





From (6) and (7) we have 



T7“ Tr • 


(') 


( 8 ) 
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Introducing in (3) the results given by (4), (5), and (8), we 
obtain 

( 9 ) 

whence 


Qab ^ 


This expression for the efficiency is identical with that deduced 
from the Kelvin absolute scale of temperature. We have in 
Eq. (10) a proof, therefore, that the Kelvin absolute scale coin- 
cides with the perfect gas scale. 


88. Conditions of Maximum Efficiency. — On the 5W-plane 


the Carnot cycle is the simple 
rectangle ABOD (Fig. 38), hav- 
ing the isothermals AB and CD 
at the temperatures and of 
the source and refrigerator, respec- 
tively. This geometrical rep- 
resentation affords an intuitive 
insight into the property of maxi- 
mum efficiency. Between the 
same isothermals let us assume 
some other form of cycle, as the 
trapezoidal cycle BB CD. F or the 
rectangular cycle the efficiency is 



Fig. 38. 


heat trans formed into work _ area ABCD 
heat supplied area A^ABB^ 

For the trapezoidal cycle, likewise, the efficiency is 


area DBBG 
area A^DEBB^ 

DBBO _ ABCD- AED_ ^ ABCD . 
A^DEBB^ A^ABB^~AED A^AB^B' 



that any cycle lying wholly within the rectangular cy»le AB QB 
has a smaller efficiency than the rectangular cycle. 

With a given source and refrigerator, the conditions of maxi- 
mum efficiency, which may be approached but never actually 
attained, are the following : 

1. The medium must receive heat from the source at the 
temperature of the source. No heat must be received at lower 
temperature. 

2. The medium must reject heat to the refrigerator at the 
temperature of the refrigerator. 

3. Provided the medium, source, and refrigerator are the 
only bodies involved in the transfer of heat, it follows from 1 
and 2 that the intermediate processes must be adiabatic, as any 
departure from the adiabatic would mean passage of heat to 

or from some body at a tem- 
perature different from either 
the source or refrigerator. 

89 . Isoadiabatic Cycles . — Let 
a cycle be formed with the iso- 
thermals AB and QB as in the 
Carnot cycle, but with tlie 
adiabatics replaced by similar 
curves BQ and AB (Fig. 39) ; 
that is, curve BO is simply 
/S curve BA shifted horizontally 

Fig. 39. a distance AB. Then AB = 

BQ., as in the Carnot cycle. If 
the cycle is traversed in the clockwise sense, the heat entering 
the medium is 

Qda + Qab — area B^BAA^^ -f area A^ABB^j., 
while the heat rejected by the medium is 

Qbc + Qcd = area B^^B QQ^ + area 0^ QBB.^. 

The heat transformed into work is the same as in the Carnot 
cycle, for the area of the figure ABCB is equal to tliat of the 




D^DAAi taken from the source of heat, the efficiency of the 
cycle is 

^ _ heat transformed __ area ABOD 
heat taken from source " area B-^DABB-^' 

and this is manifestly smaller than the efficiency of the Carnot 
cycle. Let it be observed, however, that 

Qbc Qdal 

that is, area B^BQQ^ = area B^BAA^ 

If the heat rejected by the medium during the process BQ 
could be stored instead of thrown away, then this heat might 
be used again during the process BA^ thus saving the source 
the heat In this case we should have the following series 
of steps : 

1. Medium absorbs heat from source. 

2. Medium rejects heat (>6^, which is stored. 

3. Medium rejects heat to refrigerator. 

4. Medium absorbs the heat (= Qbd stored during 
step 2. 

Since in this case the source furnishes only the heat Q^h-, the 
efficiency is 

— ^rea ABCB 
^ area A^ABB^ 

which is the same as that of the Carnot cycle. A cycle in 
which the adiabatics of the Carnot cycle are replaced by similar 
curves, along which the interclianges of heat are balanced, is 
called an isoadiabatic cycle. Any such cycle has the same ideal 
efficiency as the Carnot cycle. 

90. Classification of Air Engines. — Heat motors that employ 
air or some other practically perfect gas as a working fluid may 
be divided into two chief classes : (1) Motors in which the fur- 
nace is exterior to the working cylinder, so that the medium is 
heated by conduction through metal walls. (2) Motors in which 
the medium is heated directly in the working cylinder by the 
combustion of some gaseous or liquid fuel. These are called 
internal combustion motors. 

We mav make a second division based on the manner in 





which the working fluid is used. In the closed-cycle type of 
motor, the same mass of air is used over and over again, fresh 
air being supplied merely to replace leakage losses. In the 
open-cycle type a fresh charge of air is drawm in at each stroke, 
and after passing through its cycle is discharged again into the 
atmosphere. 

Air motors of the first class, namely, those with the furnace 
exterior to the working cylinder, are usually designated as hot- 
air engines. Motors of this class are no longer constructed 
except in small sizes for pumping and domestic purposes ; they 
are, however, of historical interest, and besides they furnish in- 
structive illustrations of the application of the regenerative 
principle. We shall, therefore, describe briefly the two leading 
types of hot-air engines and give an analysis of the cycles. 


91. Stirling’s Engine. — The engine designed by Robert 
Stirling in 1816, and bearing his name, is of the external fur- 



F 

Fig. 4:0. 


nace closed-cycle type. 
The general features of 
the engine are shown in 
Fig. 40. A displacer 
piston Q works in a cyl- 
inder 0. Between Q and 
an outer cylinder D is 
placed a regenerator JRR^ 
made of thin metal plates 
or wire gauze. At the 
upper end of the cylinder 
is a refrigerator M, com- 
posed of a pipe coil through 
which cold water is made 
to circulate. At the lower 
end is the fire F. The 


piston Q is filled with some 
non-conducting material. The working cylinder A. has free 
communication with the displacer cylinder. In the actual 

PTirriTio flua-ncv : i i i t* 



piston P to be at the beginning of its upward stroke and the 
displacer piston at the bottom of its cylinder. The air is, 
therefore, all in the upper part of the cylinder in contact with 
the refrigerator, and its state may be represented by the point 
D (Fig. 39). Now let the displacer piston be moved suddenly to 
the upper end of its cylinder. The air is forced through R 
and the perforations in Q into the lower end of the cylinder. 
The air remains at constant volume, since the piston P has not 
yet moved, and has received heat in passing through R. Hence 
the change of state is a heating at constant volume represented 
by PA in the diagram. The air now receives heat from the 
furnace and expands at constant temperature during the up- 
ward working stroke of piston P. This process is represented 
by AB. When the piston P reaches the upper end of its 
stroke, the displacer piston Q is suddenly moved to the bottom 
of the cylinder, thus forcing the air back through R into the 
refrigerator M, This again is a constant volume change and is 
represented by BO. Lastly, during the return stroke the air is 
compressed isothermally, as represented by CD, and heat is re- 
jected to the refrigerator. 

The ideal cycle is seen to be an isoadiabatic cycle with 
the adiabatics of the Carnot cycle replaced by constant-volume 
curves. The cycle given by the actual engine deviates consid- 
erably from the ideal cycle on account of the large clearance 
necessary between the two cylinders. 

A double acting Stirling engine of 60 i. h. p. was used for 
some years at the Dundee foundry, but was eventually aban- 
doned because of the failure of the regenerators. This 
engine had an efficiency of 0.3 and consumed 1.7 lb. of coal 
per i. h. p. 


92. Ericsson’s Air Engine. — The Swedish engineer Ericsson 
made several attempts to design hot-air engines of considerable 
power. His large engines proved failures, however, because of 
their enormous bulk and the rapid deterioration of the regener- 
ators. The engines for' the 2200-ton vessel Ericsson had four 
single-acting working cylinders 14 ft. in diameter and 6 ft. 



stroke and ran at 9 r.p.m. They developed 300 li.p. with a 
fuel consumption of 1.87 lb. of coal per h.p.-liour. 

The working of the Ericsson engine was substantially as fol- 
lows : A pump compressed air at atmospheric temperature into 
a receiver, whence it passed through the regenerator into a 
working cylinder. The pump was water-jacketed so as to act 
as a refrigerator. During the passage tlirough the regenerator 
the air was heated at constant pressure. After tlie air was cut 
off in the working cylinder, it expanded isothernially, tlie nec- 
essary heat being furnished 
by a furnace external to the 
working cylinder. On the 
return stroke the air was dis- 
charged through tlie regener- 
ator at constant pressure. 

Tlie jt? /^diagram is shown 
in Fig. 41. The pump cycle 
is DQFB^ the motor cycle 
EABF, The operations are 
as follows: 

(1) Compression in pump from Q to 2), heat abstracted by 
pump water-jacket. (2) Discharge from iiump to regenerator, 
represented by BE. (3) Suction of air into working cylin- 
der represented by EA. (4) Isothermal expansion from A to 
jB, during which air receives heat from furnace. (5) Dis- 
charge of air, represented by BE. (G) Suction of air into pump, 
represented by EQ. 

Deducting the work of the pump from that of the motor, the 
effective work is given by the diagram ABCB composed of the 
two isothermals and two constant-pressure lines. 

93. Analysis of Cycles. — The ideal cycles of the Stirling and 
Ericsson engines are isoadiabatic cycles. In the Stirling cycle 
the constant-volume lines BA and BQ (Fig. 39) replace the 
adiabatics of the Carnot cycle. Using the 2W-plane we have 

Qa = Ap,r, log, ABT^M log, 

' o 'a 



Fig. 41. 
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= Ap, F, log. U = _ aMBT^ log, U- 

AW= Qab+ Qbc+ Qcd + Qda 

= [rjlog.-^-r^log,-^'. 

But since F„ = and V, = F^, 

AW^ AMB (rj - Tj.) log.-p. 

The heat is taken from a regenerator, and therefore the 
heat alone is sup2Dlied from the source ; hence the efl&ciency 
is 


77 = 


AW 

Qab 


T^-T, 

Ti 


For the Ericsson cycle BA and BQ are constant-pressure 
lines and the analysis is essentially the same except that c„ is 
replaced by c^. 


94. Heating by Internal Combustion.* — While the hot-air 
engine with exterior furnace should apparently be an efficient 
heat motor, experience has proved the contrary. The difficulty 
lies in the slow rate of absorption of heat by any gas. Even 
with high furnace temperatures and comparatively large heat- 
ing surfaces it has been found impossible to get a high tempera- 
ture in the working medium. Furthermore, if the air could be 
effectively heated, the metal surfaces separating the furnace from 
the hot medium would be destroyed; hence, while high tempera- 
ture of air is necessary for high efficiency, low temperature is 
necessary to secure the durability of the metal. 

These contradictory conditions are completely obviated by 
the method of heating by internal combustion. The rapid 
chemical action supported by the medium itself makes possible 
the rapid heating of large quantities of air to a very high 
tem2)erature. The medium and the furnace being within the 
p.vlindpF ebo niTt-PT* cnTpIcifiA nf +;bp. mfita.l 'vvalls Can be keut at 


low temperature by a water jacket, and consequently the inner 
surface can be exposed to the high temperature desired without 
danger of destruction. Furthermore, the low conductivity 
of gases becomes here an advantage as it prevents a rapid flow 
of heat from the medium to the cylinder walls. The low gas 
temperature of the hot-air engine results in a small effective 
pressure and makes the engine very bulky for the power 
obtained. The high temperature possible in the internal 
combustion motor, on the other hand, permits high effective 
pressures, and therefore gives a relatively small bulk per 
horsepower. 

95. The Otto Cycle. — The cycle of the well-known Otto 
gas engine has five operations as follows : 

1. The explosive mixture 
is drawn into the cylinder. 
Represented by JBD^ Fig. 42. 

2. The mixture is com- 
pressed, as represented by 
BA. 

3. The charge is ignited, 
causing a rise of temperature 
and pressure, as shown by AB. 

4. The gases in the cyl- 

Fig. 42. inder expand adiabatically as 

' ' shown by BQ. 

5. The burned gases are expelled in part. Represented 
by BE. 

In the case of the four-cycle Otto engine, each of the opera- 
tions 1, 2, 4, and 5 occupies one stroke of the piston, while 
operation 3 occurs at the beginning of a stroke. The cycle 
is completed in four strokes, whence the term four-cycle. 

It is customary in the analysis of gas-engine cycles to 
assume in the first instance that the medium is pure air 
throughout the cycle and that the air receives during the 
process AB an amount of heat equal to that developed by the 
combustion of the fuel in the actual cycle. This assumed ideal 

cvclft 7H -hr. n„ 4-1.^ ^3-. » 
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On the 5^^-plane, the ideal cycle has the form shown in 
Fig. 43, AB and OB being constant volume curves. The 
medium in the state repre- 
sented by point A is heated at 
constant volume, as shown by 
the curve AB. For this pro- 
cess we have (assuming that <?„ 
is constant) 

Qa, = - i;), 

TF^ = 0. 

For the adiabatic expansion 
represented by jB(7, 

^ ,/c tv 

k—1 

For the cooling at constant volume, represented by (7 jD, we 
have Q,, = Mo^T, - r,) = - - T,'), 

Finally the medium is compressed adiabatically from B to A, 
and for this change of state 

Qda — 0 ? 

W, — PdKi — PaKz 

k-1 • 

The heat changed into work is 

Q,c + ^ 0 . + Qda} = _ y;) _ ( r, - Ta)l (1) 

The work of the cycle is 

w.t+ TK,+ w^+ W^= (P‘Ff-PcK)-CpaK-p,r,) _ 

tC — JL 

It is easily shown that these results are identical. 

The efficiency is 

^ - TA - 


144: TJBiUxiJNiUAij 




This expression for rj may be simplified as follows : 
Fig. 43 we have 

S, -Si = Me, log. § = iffc. log, 

-‘■a d • 

hence, y^ aj-Z;' 


Therefore, 

or 



n 

Ta, 


F rom 


C4) 


It appears, therefore, that the Otto cycle has the same efficiency 
as a Carnot cycle having the extreme temperatures and Tj 
or the extreme temperatures % and of the adiabatics, but a 
smaller efficiency than a Carnot cycle having and Ta as 
extreme temperature limits. 

The expression for the ideal efficiency may be written in 
another convenient form. Since the curve DA represents an 
adiabatic process, we have 


^=(12 

Ta \V,. 


whence 

9 ; = 1 - 

or 

7? = 1 ~ 


(li 


12 

2d 


k-1 




(5) 


It appears from the last expression that the higher the com- 
pression pressure the greater the ideal efficiency. 


If the ratio of volumes 


Zi 

K 


be denoted by r, we have fur the 


ideal efficiency the expression 

?/ = 1 


1 


(6) 


Example. If the air is comi^ressed from 14,7 lb. to 45 lb., the ideal 


0.4 


The temperature and pressure represented by the point B 
are readily calculated for this ideal case. Let denote the 
heat absorbed per pound of air during the process AB-, then 




whence 

II 

GvTa 

a) 

Since 

K = 



we have 


% 

(8) 

Pa 



The value of for a given fuel depends upon the heating 
value of the fuel and the weight of air required for the com- 
bustion of a unit weight of the fuel. 


96. The Joule or Brayton Cycle. — In the Otto type of motor, 
the fuel gas is mixed with air previous to compression, and 
when the mixture is ignited the combustion is so rapid as 
to produce an explosion; the heat is suiDplied, therefore, at 
practically constant volume. Another type of motor was first 
suggested by Joule and was developed in working form by 
Brayton (1872). In the Brayton engine the mixture of air 
and gas was compressed into a reservoir to a pressure of per- 
haps 60 lb. per square inch and from the reservoir flowed into 
the working cylinder, where it was ignited by a flame. A wire 
gauze diaphragm was used to prevent the flame from striking 
back into the reservoir. The mixture was thus burned quietly 
in the working cylinder during about one half the stroke of 
the piston, and by proper regulation of the admission valve the 
rate of combustion was so regulated as to give practically con- 
stant pressure during the period of admission. The ideal 
cycle of operations is as follows: 

1. Charge drawn into compressor cylinder, EB (Fig. 44). 

2. Adiabatic compression, BA. 
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3. Expulsion at constant pressure from compressor, AF-, 
simultaneous admission to motor cylinder, FB. The charge 

during the passage from 
compressor to motor is 
heated at constant pres- 
sure and the volume is 
thereby increased as in- 
dicated by AB. 

4. Adiabatic expansion, 
BQ^ after cut off. 

6. Expulsion of burned 
gases, OF. 

The area FDAF roj^re- 
sents the negative work of the compressor, the area FBOF 
the work obtained from the motor ; hence, area ABQJD repre- 
sents the net available work. 

On the W-plane, the ideal Joule cycle has the same form as 
the Otto cycle (Fig. 48). The curves AB and 609, however, 
represent, respectively, heating and cooling at constant pressure. 
We have, therefore, 



r 


Qab = 

ATcp T^'), 


0) 

Qcd — 



(2) 

Tf= 



( 3 ) 

7 ] = 

. T,-T, . 1 

%-T, 2 

\ 1 T, 

0) 

Also, • § = 

%+l- 



97. The Diesel Cycle. — The principle of gradual and quiet 


combustion as opposed to explosion was seized upon by Diesel 
in the design of the Diesel motor. In this motor air without 
fuel is compressed in the working cylinder to a pressure ap- 
proximating 500 lb. per square inch. The temperature at the end 
of compression is consequently higher tlian the ignition tempera- 


expana ac practicaiiy constant 
pressure, or if desired, with 
falling pressure and nearly 
constant temperature. As in 
the Brayton engine, govern- 
ing is effected by cutting off 
the fuel injection earlier or 
later. 

The ideal cycle of the Diesel 
engine is shown in Fig. 45. It 
resembles the Otto cycle except 
that the process AB in this case represents a constant pressure 
rather than a constant volume combustion. It was the original 

aim of Diesel so to regulate the 
injection of fuel that a short 
period of combustion AM. 
would be followed by isother- 
mal expansion JlfiV, the fuel 
being cut off at the point JV. 

On the JW-plane the ideal 
Diesel cycle is shown in 
Fig. 46, in which AB is a - 
constant-pressure curve and 
QB a constant-volume curve. 
We have then 




= ( 1 ) 

= ( 2 ) 

(5) 

' _ (T, - T.) - 0., (T,- y,-) _ -I 1 /r. - T,\ „ 

^ k\T^-Tj 

If the cycle includes an isothermal process, as HOT, we have 

= ( 5 ) 

( 6 ) 


Q^^^AMBT^logey-' 


and 7] Qmn~^ Qcd 

Qam “i“ Qmn 


T.-T, 


V. 


0) 





98. Comparison of Cycles.— The three principal cycles are 
shown superimposed in Fig. 47. The minimum temperature 
at D and maximum temperature at B are the same for all 

three. With this assumption 
it is seen that tlie Xlrayton 
cycle A’BQ'I) has tlio largest 
area, the Otto cycle AB OB, 
the smallest. Hence, hetween 
the same temperature limits 
and with the same maximum 
pressure the Bray ton cycle 
is the must eriicient, the Otto 
cycle the least efficient. Com- 
paring the maximum volumes. 
Fig. i7. it is secii that the Otto and 

Diesel cycles liave the same 
maximum volumes F^, while the Bray ton cycle requires a 
greater volume, as indicated by the point O'. Tlio Diesel 
cycle, therefore, combines the advantages of the high efficiency 
of the Brayton cycle due to the high com];)res8ion pressure 
and the smaller cylinder volume of the Otto cycle. 

99. Closer Analysis of the Otto Cycle. — In the preceding 
analysis of gas-engine cycles two assumptions liave been made : 
(1) That the medium employed has throughout the cycle the 
properties of air. (2) That the specific heat of the medium is 
constant. While the approximate analyses based on these 
assumptions are of value in giving the essential characteristics 
of the various cycles, and an idea of their relative efficiencies, 
they give misleading notions regarding the absolute magnitudes 
of those efficiencies. To obtain the true value of the maximum 
j)ossible efficiency of a gas-engine cycle, it is necessary to take 
account of the properties of the fuel mixture entering the cylin- 
der and of the mixture of the products of combustion after the 
fuel is burned. Making use of the principles and methods 
laid down in Chapter VIII, we may thus make an accurate 



nislied by the example of Art. 85, shows such an analysis for 
the Otto cycle. 


Example. Determine the ideal efficiency of an Otto cycle in which the 
compression, combustion, and expansion follow the course described in the 
example of Art. 85. Compare this efficiency with the “air standard” 
efficiency under the same conditions. 

In the example quoted, the work of adiabatic compression was found to 
be 69,460 ft.-lb., the work of expansion 287,940 ft.-lb. These results refer 
to 1 lb. of the fuel mixture. The heating value of the fuel per pound was 
found to be 1632.2 B. t. u. ; hence the heating value per pound of fuel mix- 
ture is 1632.2 -e 2.25 = 725.4 B. t. u. The net work derived from the cycle 
per pound of mixture is 287,940 — 69,460 = 218,480 ft.-lb. Therefore, the 
efficiency is 


218480 
J X 725.4 


0.387. 


The “air standard” efficiency depends upon the ratio of initial and final 

Vi 

volumes, which ratio was found to be = 0.1887. Hence, for this efficiency 

we have = 1 - 0.1887'’-* = 0.487. 

The discrepancy between the two efficiencies is in a large measure due to 
the assumption of constant specific heat in the analysis of Art. 95. 

100. Air Refrigeration. — The term refrigeration is applied 
to the process of keeping a body permanently at a temperature 
lower than that of surrounding bodies. Since heat naturally 
flows from the surroundings to the body at lower temperature, 
this heat must be continually removed if the body is to remain 
permanently at its lower temperature. Hence a refrigerating 
machine has the office of removing heat from a body of low 
temperature and depositing it in some other convenient body 
of higher temperature. 

The operation of a refrigerating machine is thus precisely 
the reverse of the operation of the direct-heat motor; and if 
the cycle of a heat motor be traversed in the reverse direc- 
tion, it will give a possible cycle for a refrigerating machine. 
When air is used as a medium for refrigeration, the reversed 
Joule cycle is employed. Fig. 48 shows diagrammatically the 
arrangement of the refrigerating machine. Fig. 49 the ideal 
y>Fidiagram, and Fig. 50 the fZiS'-diagram. Air in the state A 
in the cold room is drawn into the compressor c and is com- 
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Fig. 48. 


pressed adiabcitically as indicated by It tlieii passes into 

the cooling coils, about which cold water circulates, and is 
cooled at constant pressure, as indicated by B Q. In the state 

O the air passes 
into the expansion 
cylinder e and is 
permitted to ex- 
pand adiabatically 
down to the pres- 
sure in the cold 
room, i.e. atmos- 
pheric pressure. 
The final state is 
represented by 

point J). Finally the air absorbs heat from the cold room, and 
its temperature rises to the original value Referring to 
Fig. 49, the actual compression diagram is ABFB^ Avhile the 
diagram BOBU taken clockwise is the diagram of the expan- 
sion cylinder. The net work done on the air is, therefore, 
given by the diagram ABOJD. 

The Allen dense-air machine has a closed cycle and tlie air 
is always under a pressure much higher than that of the atmos- 
phere. Thus the pressure BA (Fig. 49) is perliaps 40 to 00, 
and the upper pressure, say 
200 lb. per square inch. Tlie ^ 
air, after expanding to the 
lower pressure, is led through 
coils immersed in brine and 
absorbs heat from the brine. 

In the following analysis of 
the air-refrigerating machine 
we shall assume ideal condi- 
tions. In the actual machine 
these conditions are to some 



Fig. 49. 





ART. 100 ] 


AIR REFRIGERATION 


151 


minute, and M the weight of air 
circulated per minute. Then 
since in passing through the cold 
body the temperature of the air is 
raised from to (Fig. 50), we 
have 

Q = Mo,{T,-T,). (1) 

Let denote the suction pres- 
sure of the compressor cycle 
(atmospheric pressure, in the 
case of the open cycle) and 
the pressure at the end of com- 
pression ; then, assuming adiabatic compression, we have 



To (pG'f 

T-\pJ ’ 

(2) 

and if the pressure at cut-off in the expansion cylinder is also 
^2 (as in the ideal case), we have also 


Ti \pj ’ 

( 3 ) 

whence 

II 

( 4 ) 

The work required per minute is 



area C^DAB^ Ta 

( 5 ) 


and the heat rejected to the cooling water, represented by the 
area (Fig. 50), is 

+ ( 6 ) 

The compressor cylinder draws in per minute M pounds of air 
having the pressure and temperature Ta- Denoting by N 
the number of working strokes per minute and by the volume 
disnlaced bv the comnressor niston. we have for the ideal case 



Fig. 50. 
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or 


r __ MBT, 


O') 


Likewise, the volume of the expansion cylinder is given by 


the relation 




3£BTa 

^Ih 


( 8 ) 


Example. An air-refrigerating machine is to abstract GOO B.t. u. per 
raimite from a cold chamber. The pressure in the cold room is 14.7 lb. per 
square inch, and the air is compressed adiabatically to 05 lb. per scpiare inch 
absolute. The temperature in the cold room is 30" P. and tlie air leaves the 
cooling coils at 80° F. The machine makes 120 working strokes per miniite. 
Kequired the ideal horsepower required to drive the machine, and the volumes 
of the compression and expansion cylinders. 

The first step is the determination of the temperature 2^ at the end of 
expansion. From the relation 


we have 



0.4 

I'd = 539.0 = 352.9. 


From (1) we obtain for the weight of air that must be circulated per minute 
Q GOO 


Fa - Ta) 0.24(49.5.0 - 352.9) 
The work required per minute is 


17..52 lb. 


W = = 778 X GOO X = 240,950 ft. lb. , 

Ta 352.9 


and the horsepower under these ideal conditions is therefore 

246950 


33000 


= 7.5. 


For the volume of the compressor cylinder, we have 

17.52 X 53.34 x 495.6 , 

Ko = — — — - — -- — = 1.82 cu. ft., 
120 X 14.7 X 144 

and for the volume of the expansion cylinder 

V, = =1.8 X pM = 1.30 cu. ft. 

la 495.0 



iiy in mining, tunneling, ana metaiiurgicai processes. 
)rapi’ession of air may be effected by rotary fans and 
s or by piston compressors. In the piston compressor, 
itmospheric pressure is drawn into a C 5 dinder through, in- 
v^es and is then compressed upon the return stroke of the 
When the desired pressure is attained, the outlet valves 
iiied and the air is discharged into a receiver. The ideal 
or diagram of an air 
issor has, therefore, the 
hown in Fig, 51 . The c 
1 represents the drawing 
le air ; the curve AB rep- 
i the compression from 
wer pressure to the 
tv pressure and BO d 

Hilts the expulsion of the ^ 
the higher pressure. It 
be noted that the curve 
ipresents a change of state, while lines BA and BO 
iiit merely change of locality ; thus BO represents the 
Li of the air (in the same state_) from the compressor 
•ir to the receiver. 

7^ denote the volume denoted by point A, and the 
i after compression ; then the work of compression (area 

“ W - 

n -1 ’ 



iig that the compression curve follows the law p 7^” = const. 
)rk of expulsion (represented by area Bj^B 0 0) is evidently 

Wfc, = -_P3F2’ . 

3 work done by the air during the intake (area OBAA^ is 


= Pi Vr 

the total work represented by the area of the diagram 
W = + ft ^2 


>is 





( 1 ) 


whence combining (1) and (2) we get 


n-1 


W: 


n — 1 


FiVi 


( 3 ) 


a formula that does not contain the final volume TC. 



For the temperature at the 
end of compression wo have the 
usual formula 

n-l 




( 4 ) 


The action of the air com- 
pressor may be studied advanta- 
geously by means of the T/.9- 
diagram. Let the point A (Fig. 
62) represent the state of the 
air at the beginning of com- 
pression, and suppose that AB 
represents the compression pro- 
cess. Through B a line repre- 
senting the constant pressure 
P 2 is drawn, intersecting at B an isothermal through A. It 
can be shown that the area A^^ABBF]^ represents the work W 
given by (1). Denoting by the final temj^erature corre- 
sponding to point B^ we have 

area A^ABB-^ = Mo^ — 


Fig. 62. 


k 


iO X 

area B^BFF^ = Mc^ 

area A^ABFF^ - 

\ n~ IJ 


M- 


n 

n 


■ 


1 B 




•^2) 

■^2) 

MBT^ 


102. Water-jacketing. — Unless some provision is made for 
withdrawing heat during the compression, the temperature will 
rise according to the adiabatic law. Ordinarily the energy 
stored in the air due to its increase of temperature, that is, the 


energy 




is never utilized because during the transmission of the air 
through the mains heat is lost by radiation and the temperature 
falls to the initial value. Hence y 
a rise in the temperature during 
compression indicates a useless ^ 
expenditure of work. The water 
jacket prevents in some degree 
this rise in temperature and 
decreases the work required for 
compression. The curve AE ^ 

(Fig. 53) represents adiabatic o 
compression. If the compres- 
sion could be made isothermal, the curve would be AF, less 
steep than AE, and the work of the engine would be reduced 
per stroke by the area AEF. The water jacket gives the curve 
AB lying between AE and AF, and the shaded area represents 
the saving in work. Because of the water jacket the value of 
the exponent n in the equation F” = const, lies somewhere 
between 1 and 1.40. Under usual working conditions, n is 
about 1.8. 

For any value of n the relation between the heat abstracted, 
work done, and change of energy is given by the proportion 



- Uj) : Tr= (A: - : (1 - w) : (k - 1). 


This applies only to the compression AB not to the expulsion 
of the air represented by B Q. 

The influence of the water jacket is shown more clearly by 
the rAS'-diasrram, Fig-. 52. The vertical line AE indicates adia- 
batic compression from to p 2 ,i horizontal line AF, isother- 



mB;l coinprsssion^ tincl tliG intGrniGCiiJitG curve coinpiGssioii 
according to the laAY ^ F"" = const., with n between 1 and lA. 
The area represents the heat abstracted from the air 

during compression, and the area ABB represents the work 
saved by the use of the jacket. A more efficient jacket would 
give a compression curve with its extremity lying nearer the 
point F. In the case of the isothermal compression represented 
by AF, the area A^AFF^ represents the heat absorbed from the 
air and also the work done on the air. These must necessarily 
be equivalent, since there is no change in the internal energy. 

103. Compound Compression. — The excess of work required 
by the increase of temperature during compression may be obvi- 
ated in some measure by 
dividing the compression 
into two or more stages. 
Air is comx:)ressed from 
the initial pressure p-^ to 
an intermediate pressure 
p', it is then passed 
through a cooler where 
the temperature (and con- 
sequently the volume) is 
reduced, and finally it is 
compressed from p' to the desired pressure p^. In Fig. 54, 
BA represents the entrance of air into the cylinder, and A Cr, 
which lies between the adiabatic AB and the isothermal AF, 
the compression in the first cylinder. From Gr to F[ the air is 
cooled at constant pressure in the intercooler. The curve HL 
shows the compression in the second cylinder, and the line 
LQ the expulsion into the receiver. In a single cylinder the 
diagram would be AB QB ; hence compounding saves tlie work 
indicated by the area B CfBL. 

The saving is shown even more clearly if we use the TS- 
plane (Fig. 55). During the first compression AG- the heat 
represented by the area A-j^AGG-j^ is absorbed by the water 
jacket. Then the heat G^GHH^ is abstracted by the inter- 
cooler. During the second compression the heat is 
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abstracted by the water jacket, 
and finally the heat L^LFF^ 
is radiated from the receiver 
and main. As shown in the 
preceding article, the area 
A^AQ-HLFF-^ gives the work 
of the compressor. Evidently 
area BGrSL represents the 
work saved by compounding. 



the first cylinder 




n 


^ n — 1 




o-vo.. 

0 i7\ 


e in 

Fig. 55. 


n—1 


1- 

fiL] ” " 


- 

_ 



G, 


and for the work done in the second cylinder 

n— 1 




n 


p'V' 


1 - 


where V' is the volume indicated by point H (Fig. 54). 
But since point H is on the isothermal AF^ we have 

and, therefore, 

n 


Wo 




71—1 
« 1 

y 


The total work is, consequently. 


w,+ 


2 


7i— 1 

/\ n 


( 1 ) 


The work required is numerically a minimum when the 


is variable. Using the orcliiiaiy method of the calculus, we 
find that this expression is a maximum when 

P’ = '^PiPr ( 2 ) 

Equation (2) is useful in proportioning the cylinders of a com- 
pound compressor. 

Referring to Fig. 55, we have 

Ta~\pJ ’ ^TrTrKp') 

With the condition expressed by (2) we have 



and likewise, 



re -1 «— 1 v -\ 



(li \ " (2i\ 

\PM \Pi) 


Hence, 


that is, for a minimum work of compression the points Q- and L 
should lie on the same temperature level. The same statement 
applies to three-stage compression. 


104. Compressed-air Engines. — Compressed air may be used 
as a working fluid in a motor in substantially the same way 



Fig. 56 . 


as steam. In fact, compressed air 
has in some instances been used 
in ordinary steam engines. The 
indicator diagram for the motor 
should approach the form sliown 
in Fig. 50. With clearance and 
compression, A'E' will replace 
^ AE. The work per stroke is 


readily calculated in either case. 
The expansion curve BO may be taken as an adiabatic. 


105. TS-diagram of Combined Compressor and Engine. — The 

2W-diagram shows clearly the losses in a compressed-air system 

fi.nd flip C! r»*P ^ ..v J. 1 j 1 
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losses. In tlie following discussion we shall take up first an 
ideal case and afterwards several modifications that may be 
made. 

In Fig. 57, m represents the compressor diagram, n the 
motor diagram, both without clearance. Air in the state repre- 
sented by point A is 


taken into the com- 
pressor at atmos- 
pheric pressure and 
temperature. The 
compression, as- 
sumed here to be 
adiabatic, is repre- 
sented on the TS- 



Fig. 67. 


plane by the vertical line AB (Fig. 58). The expulsion of 
the air into the receiver and thence into the main is merely a 
change of locality and does not itself involve any change of 
state ; hence, it is not represented on the 2W-plane. However, 
the passage of the air along the main is usually accompanied 
by a cooling, and this is represented hj BO (Fig. 58), the final 
point 0 representing the state of the air at the beginning of 
expansion in the motor. The adiabatic expansion to atmos- 
pheric pressure in the motor is 
represented by CD. This is 
accompanied by a drop in tem- 
perature which is given by the 
equation 
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Fig. 68. 


The air discharged from the motor 
in the state I) is now heated at 
the constant pressure of the atmos- 
phere until it regains its original temperature This heating 
is represented by BA. 

The complete process is a cycle of four distinct operations. 




what does the area ABUJU ot tne cycle represent — sometnmg 
useful or something wasteful ? To answer this question let us 
recur to the original energy equation 

JQ^U^-U^+W, 

and apply it to the air which passes through the cycle process 
just described. We have 

Work done on air = area of diagram m = — W^- 
W ork done by air = area of diagram n = + 

Total work = 

Heat absorbed by air = area under DA. 

Heat rejected by air = area under BO. 

Total heat put into system = — area AB QD. 

Change of energy = TIa— Z7„ = 0. 

Hence, j ^ ^ _ 


that is, the area ABQD represents the difference between the 
work done by the compressor and the work delivered by the 

motor. Consequently it 
represents a waste, which 
is to be avoided as far as 
possible. 

V arious modifications 
of the simple cycle of 
Fig. 58 are shown in 
Fig. 59. The effect of 




Fig. 59. 


using a water jacket is 
shown at (a). The 
shaded area represents 
the saving. 

Figure 59 (J) shows 


the effect of reheating 


the air before it enters the motor. In the main the air cools, 


as indicated by BO, but in passing through the relieater it is 
heated again at constant pressure, and the state point retraces 
its path, say to D. Then follows adiabatic expansion DB, and 
constant-pressure heatins’ EA. Thi.<? rpliRntino- Rn.vpR work 
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D to the right of in which case the waste would become 
zero or even negative. The area CBJEF does not, however, 
represent clear gain, as account must be taken of the heat 
expended in the process QD. 

In Fig. 59 ((?) is shown the effect of compound compression, 
and in Fig. 69 (c?) the effect of compound compression with 
a compound motor. In each case the shaded area represents 
the saving. 

It would not be difficult to represent also the loss of pressure 
in the main due to friction. 

EXERCISES 

1 . Find the efficiency of a Stirling hot-air engine working under ideal 
conditions between the temperatures 1340" F. and 140" F. Find the weight 
of air that must be circulated per minute per horsepower. 

2 . An air compressor with 18 in. by 24 in. cylinder makes 140 working 
strokes per minute and compresses the air to a pressure of 62 lb. per square 
inch, gauge. Assuming that there is no clearance, find the net horsepower 
required to drive the compressor. Take the equation of the comjjression 
curve as p = const. 

3 . If 200 cu. ft. of air at 14.7 lb. is compressed to a pressure of 90 lb. per 
square inch, gauge, find the saving in the work of compression and expulsion 
by the use of a water jacket that reduces the exponent n from 1.4 to 1.27. 

4 . Find the efficiency of the ideal Otto cycle (air standard) when the 
compression is carried to 120 lb. per square inch absolute. 

5. Draw a cirrve showing the relation between the efficiency of the Otto 
cycle and the compression pressure. Take values of p from 40 to 200 lb. 
per square inch. 

6. An air-refrigerating machine takes air from the cold chamber at a 
pressure of 40 lb. per square inch and a temperature of 20° F., and com- 
presses it adiabatically to a pressure of 200 lb. per square inch. The air 
is then cooled at this pressure to 80° F. and expanded adiabatically to 
40 lb. per square inch, whence it passes into the coils in the cold chamber. 
The machine is required to abstract 45,000 B. t. u. per hour from the cold 
room, (a) Find the net horsepower required to drive the machine, (p) If 
the machine makes 80 working strokes per minute, find the necessary 
cylinder volumes. 

7 . Air is to be compressed from 14.7 lb. per square inch to 300 lb. per 
square inch absolute. If a compound compressor is used, find the interme- 
diate pressure that should be chosen. 



8 . In Ex. 7, the compression in each cylinder follows the law p = 
jonst. Find the saving in work effected by compounding, expressed in per 
3 ent of the work required of a single cylinder. 

9 . Using the results of Ex. 10-15 of Chapter VIII, find the efficiencies of 
the Otto cycle with the natural gas and the blast furnace gas, respectively, 
ander the conditions stated. Compare these efficiencies with corresponding 
air standard efficiencies. 

10. On the ViS-plane draw accurately an ideal Diesel cycle from the fol- 
lowing data: Adiabatic compression of air from 14.7 to 500 lb. per square 
inch absolute ; heating at constant pressure to a temperature of 2200° F. ; 
adiabatic expansion to initial volume ; cooling at constant volume to initial 
state. Calculate the ideal efficiency of the cycle. 

11. Modify the Diesel cycle of the preceding example by stopping the 
3onstant-pressure heating at 1600° F. and continuing with an isothermal 
jxpansion (as shown by MN, Fig. 46). Calculate the efficiency of this 
modified cycle. 

12. The ideal Lenoir cycle has three operations, as follows : heating of air 
it constant volume, adiabatic expansion to initial pressure (atmospheric), and 
jooling at constant pressure. Show the cycle on pV- and T5-plaues, and 
ierive an expression for its efficiency. 

13. Let the expansion in the Otto cycle be continued to atmospheric 
pressure. Show the resulting cycle on pV- and TS-planes and derive an 
jxpression for the efficiency. 
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CHAPTER X 

SATURATED VAPORS 

106. The Process of Vaporization. — The term vaporization 
may refer either (1) to the slow and quiet formation of vapor 
at the free surface of a liquid or (2) to the formation of vapor 
by ebullition. In the latter case, heat being applied to the 
liquid, the temperature rises until at a definite point vapor 
bubbles begin to form on the walls of the containing vessel and 
within the liquid itself. These rise to the liquid surface, and 
breaking, discharge the vapor contained in them. The liquid, 
meanwhile, is in a state of violent agitation. If this process 
takes place in an inclosed space — as a cylinder fitted with a 
movable piston — so arranged that the pressure maybe kept 
constant while the inclosed volume may change, the following 
phenomena are observed: 

1. With a given constant pressure, the temperature remains 
constant during the process ; and the greater the assumed pres- 
sure, the higher the temperature of vaporization. The tempera- 
ture here referred to is that of the vapor above the liquid. As a 
matter of fact, the temperature of the liquid itself is slightly 
greater than that of the vapor, but the difference is small and 
negligible. 

2. At a given pressure a unit weight of vapor assumes a 
definite volume, that is, the vapor has a definite density,* 
and if the pressure is changed, the density of the vapor changes 
correspondingly. The density (or the specific volume) of a 
vapor is, therefore, a function of the pressure. 

3. If the process of vaporization is continued at constant 
pressure until all the liquid has been changed to vapor, then if 
heat be still added to the vapor alone, the temperature will rise 
and the specific volume will increase ; that is, the density will 
decrease. 
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sponding to the pressure at which the process is carried on is 
the saturation temperature. If no liquid is present, and through 
absorption of heat the temperature of the vapor rises above the 
saturation temperature, the vapor is said to be superheated. 
The difference between the temperature of the vapor and the 
saturation temperature is called the degree of superheat. 

The process just described may be represented graphically 
on the jt?F’-plane. See Fig. 60. Consider a unit weight of 
liquid subjected to a pressure represented by the ordinate of 


the line A' A" ; and let the 
volume of the liquid (de- 
noted by «') be represented 
by A'. As vaporization 
proceeds at this constant 
pressure, the volume of 
the mixture of liquid and 
vapor increases, and the 
point representing the 
state of the mixture moves 
along the line A' A". The 
point A" represents the 



Fig. 60. 


volume v" of the saturated 


vapor at the completion of vaporization ; therefore, the 
segment A' A" represents the increase of volume v'^ — v'. 
Any point between A' and A'\ as represents the state 
of a mixture of liquid and vapor, and the position of the 
point depends on the ratio of the weight of the vapor to 
the weight of the mixture. Denoting this ratio by x, we have 

X — —j—p whence it appears that at A', x — 0, while at A", 
-A 


x = l. This ratio x is often called the quality of mixture. 

If the mixture is subjected to higher pressure during vapor- 
ization, the state-point will move along some other line, as B'£". 
The specific volume indicated by B” is smaller than that indicated 
by A!\ The curve , giving the specific volumes of the satu- 



rated yapor for different pressures, is called tlie saturation curve ; 
■while the curve v', giving the corresponding liquid volume, is 
the liquid curve. These curves v', v" are in a sense boundary- 
curves. Between them lies the region of liquid and vapor 
mixtures, and to the right of v" is the region of superheated 
vapor. Any point in this latter region, as A/, represents a state 
of the superheated vapor. 

107. Functional Relations. Characteristic Surfaces. — For a 
mixture of liquid and saturated vapor, the functional relations 
connecting the coordinates p, v, and t are essentially different 
from the relation for a permanent gas. As explained in the 
preceding article, the temperature of the mixture depends 
upon the pressure only, and we cannot, as in the case of a 
gas, give p and t any values we choose. The volume of a unit 
weight of the mixture depends (1) upon the specific volume 
of the vapor for the given pressure and (2) upon the quality 
X. Hence we have for a mixture the following functional 
relations ; 

i = 0Tp = F(f), ( 1 ) 

v = (f}(p,x). (2) 

With superheated steam, as with gases, p and t may be 
varied independently, and consequently the functional relation 
between p, v, and t has the general form 



ir{p, V, 0 = 0. (3) 

The characteristic surface of a 
saturated vapor is shown in Fig. 61. 
It is a cylindrical surface S whose 
generating elements cut the y»^-plane 
in the curve p — F(t'), These ele- 
ments are limited by the two space 
curves v' and v" ^ which when pro- 
jected on the ^y-plane give the 
curves v\ v" of Fig. 60. The space 
curve v" is the intersection of the 
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luo. Relation oetween Fressure and Temperature. — The rela- 
tion p = F^f) between the pressure p and temperature i of a 
saturated vapor must be determined by experiment. To Reg- 
nault are due the experimental data for a large number of 
vapors. Further experiments on water vapor have been made 
by Ramsey and Young, by Battelli, and very recently by Hol- 
born and Henning. These last-mentioned experiments were 
made with the greatest accuracy and with all the refinements 
of modern apparatus; they may, therefore, be regarded as 
furnishing the most reliable data at present available on the 
pressure and temperature of saturated water vapor. Experi- 
ments on other saturated vapors of technical importance, carbon 
dioxide, sulphur dioxide, ammonia, etc., have been made by 
Amagat, Pictet, Cailletet, Dieterici, and others. It is likely, 
however, that further experiments must be made before the 
data for these vapors are as reliable as those for water vapor. 

If the experimentally determined values of p and t be plotted, 
they will give the curve whose equation is p = f(t) (Fig. 61). 
To express this relation many formulas have been proposed, 
some purely empirical, some having a more or less rational 
basis. A few of these formulas are the following : 

1. Biot's Formula. — As used by Regnault, Biot’s equation 
has the form 

log p — a— ha”' + c/3", (1) 

where n = t— C. 

This formula is purely empirical. Having five constants, the curve 
may be made to pass through five experimentally determined 
points.; hence, the formula may be made to fit the experimental 
values very closely throughout a considerable range. The follow- 
ing are the values of the constants as given by Prof. Peabody : 


Fob Steam from 32° to 212° F., p 
IN Pounds peu S(jijabb Inch. 

a = 3.125906 
log b = 0.611740 
log c = 8.13204 - 10 
log a = 9.998181 - 10 
log /3 = 0.0038134 
n = t — d2 


Fob Steam from 212° to 428° F., p 
IN Pounds per Souabe Incu. 

a = 3.743976 
log h = 0.412002 
log c = 7.74168 - 10 
log «= 9.998562 - 10 
log /S = 0.0042454 

n = 212 



2. Bankine's Formula. — Rankine proposed an equation of 
the form 

( 2 ) 


\ogp=A + - + 


^ 2 ’ 


in which T denotes the absolute temperature. This formula 
has been much used in calculating steam tables, especially in 
England. Having but three constants, it is not as accurate 
as the Biot formula. The following are the values for the 
constants, when p is taken in pounds per square inch, and 
T = t 460 : 

^ = 6.1007; 5 = -2719.8; (7= 400125. 

3. The BuprSSertz formula has the form 

logp = a- 5 log r- 1^. (3) 

This equation has been derived rationally by Gibbs, Bertrand, 
and others, and gives, with a proper choice of constants, results 
that agree well with experiment. Using the results of Reg- 
nault’s experiments, Bertrand found the following values of the 
constant for various vapors (metric units). 


a h c 


Water 

17.44324 

3.8682 

2795.0 

Ether 

13.42311 

1.9787 

1729.97 

Alcohol 

21.44687 

4.2248 

2734.8 

Chloroform 

19.29793 

3.9158 

2179.1 

Sulphur dioxide . . . 

16.99036 

3.2198 

1604.8 

Ammonia 

13.37156 

1.8726 

1449.8 

Carbon dioxide . . . 

6.41443 

- 0.4186 

819.77 

Sulphur 

19.1074 

3.4048 

4684.5 


4. Bertrand's Formulas. — Bertrand has suggested two equa- 


tions, namely ; 

rpa 

p —k-- , 

^ {T^ay 

(4) 

and 


(5) 

The latter may be written in the more convenient form 



rp 

log p = \o^k — n log . 

(6) 


Bertrand’s second formula (6) has the advantage over the 
others suggested of lending itself to quick and easy computa- 
tion. Furthermore, although it has but three constants, it 
gives results that agree remarkably well with the experiments 
of Holborn and Henning on water vapor. The constants are 
as follows (English units) ; 

T = t 459. 6 
n = 60. 

From 32° - 90° F. From 90° - 23T° F, From 238° -420° F, 

6 = 140.1 6 = 141.43 6 = 140.8 

logA;= 6.23167 log ^ = 6.30217 log 7c = 6.27766 

The agreement between observed and calculated values is 
shown in the following table. The maximum difference is 
one tenth of one per cent. 








6. Maries’ Equation. — ViotQQBOv Marks nas cleducea an 
6(][uation tliat giv6S with. r6inarkabl6 accuracy the relation 
between^; and throughout the range 32° F. to 706.1° F., the 
latter temperature being the critical temperature, as established 
by the recent experiments of Holborn and Baumann. The 
form of the equation is 

log = (7) 


The constants have the following values: a = 10.615354, h - 
4873.71, c = 0.00405096, e = 0.000001392964. 

109. Expression for — In the Clapeyron-Clausius formula 


for the specific volume of a saturated vapor, the derivative 

is required. An expression for this derivative is obtained by 
differentiating any one of the equations (1) to (7) of Art. 108. 
Thus from (6), 

vk- 


dt 


whence 


T-h T) TiT-hy 


Cl) 


log ^ — log nh + log j? — log — log C^T— 5). 
dt 


Values of ^ are readily calculated since the terms log iT, 
dt 

log (2^—5), and log jo appear in the calculation of p from (6). 


110. Energy Equation applied to the Vaporization Process. — 

It is customary in estimating the energy, entropy, heat content, 
etc., of a saturated vapor to assume liquid at 32° F. (0°C.) as a 
datum from which to start. Thus the energy of a pound of 
steam is assumed to be the energy above that of a pound of 
water at 32° F. 

Suppose that a pound of liquid at 32° is heated until its 
temperature reaches the boiling point corresponding to the 
pressure to which the liquid is subjected. The heat required 
is given by the equation 

q' = (1) 

where d denotes the snecific heat of the liouid. This nrocess 
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s represented on the T^/S'-plane by a curve AA! (Fig. 62). 
Che ordinate OA represents the initial absolute temperature 
52 + 459.6 = 491.6, the ordinate A-^A' the temperature of va- 
)orization given by the relation i = /(y»), and the area OAA'A^ 
he heat q' absorbed by the liquid. This heat q’ is called the 
leat of the liquid.* 

When the temperature of vaporization is reached, the liquid 
)egins to change to vapor, the temperature remaining constant 
luring the process. A definite quantity of heat, dependent 
ipon the pressure, is required to change the liquid completely 
nto vapor. This is called the 
leat of vaporization and is de- 
leted by the symbol r. In Fig. 

)2, the passage of the state- 
)oint from A' to A" represents 
ihe vaporization, and the heat 
• is represented by the area 
For a higher pres- 
lure the curve AB' represents 
he heating of the liquid and 
he line B'B'^ the vaporization. 

During the heating of the 
iquid the change in volume is 
'■ery small and may be neg- 

ected ; hence, the external work done is negligible also, and 
ubstantially all of the heat q' goes to increase the energy of 
he liquid. During the vaporization, however, the volume 
hanges from v' (volume of 1 lb. of liquid) to v” (volume of 
. lb. of saturated vapor). Since the pressure remains constant, 
he external work that must be done to provide for the increase 
.f volume is L=p(y" - r'). (2) 

According to the energy equation, the heat r added during 
vaporization is used in increasing the energy of the system and 


AiBx 


My 

Fig. 62. 


BoA^Ex 


is the heat required to increase the energy of the unit weight 
of substance when it changes from liquid to vapor. This heat 
is denoted by p and is called the internal latent heat. Since 
during the vaporization the temperature is constant, there is no 
change of kinetic energy ; it follows that p is expended in in- 
creasing the potential energy of the system. The heat equiva- 
lent of the external work, namely, Ap (v" — v'), is called the 
external latent heat, and for convenience may be denoted by yjr. 

We have then , , 

r = /o + y . 

The total heat of the saturated vapor is evidently the sum of 
the heat of the liquid and the heat of vaporization. Thus, 

q” = q' -\-r, 

or q” = q' p + (5) 

Comparing (5) with the general energy equation, it is evident 
that the sum q' p gives the increase of energy of the saturated 
vapor over the energy of the liquid at 32° F. Denoting this 
by«»,wehave = (6) 

If the vaporization is not completed, the result is a mixture 
of saturated vapor and liquid of quality x “ 


as indi- 


A'A", 

cated by the point M (Fig. 60 and 62). In this case the heat 

required to vaporize the part x is xr heat units and the total 

heat of the mixture, which may be denoted by q^, is given by 

q^ = q' xr 

= q' xp x-yjr, ( 7 ) 

The energy of the mixture (per unit weight) above the energy 
of water at 32° F. is, therefore, given by the relation 

Au^ = q' + xp, ( 8 ) 

and the external work done is 


Lx = Jx'^. (9) 

If heat is added at constant pressure, after the vaporization is 
completed, the vapor will be superheated. The state-point will 


move alono’ thp. O.nrvp A" HI ^TTirr' lioaf. n Cf — 


■epresented by the area A^A’'EJE^ will be added. Here de- 
letes the mean specific heat of the superheated vapor, the 
inal temperature, and t” the saturation temperature correspond- 
ng to the pressure The total heat corresponding to the 
)oint E and represented by the area OAA'A"EE^ 0 is, therefore, 

qe=q' +r + Cp (t, - t"'). (10) 

f Vg denotes the final volume, and the energy above liquid 
,t 32° F., then the external work for the entire process is 


,nd, therefore. 


L=p (Ve-v'), 

■Au, = q,-Ap (y,-v''). 


( 11 ) 

( 12 ) 


111. Heat Content of a Saturated Vapor. — By definition we 
lave for the heat content of a unit weight of saturated vapor 

i" = A(u" +pv''') =: q' -j- p-{- Apv". (1) 

dnce the total heat is 


q" = q' + p + Ap (y" — v''), (2) 

3 appears that is larger than q" by the value of the term 
ipv'. As v', the specific volume of water, is small compared 
/■ith v", the term Apv' may be neglected except for very high 
ressures, and q" and i" may be considered equal. 

In most of the older steam tables values of q" were given ; 
1 the more recent tables, the values of i" instead of q" are 
sually tabulated. 


112. Thermal Properties of Water Vapor. — From the relation 

q" = q' v-j 

: appears that if any two of the three magnitudes g'" g', r are de- 
srmined by experiment, the third may be found by a combina- 
ion of those two. Various experiments have been made to 
etermine each of these magnitudes for the range of temperature 
rdinarily employed, and as a result several empirical formulas 
ave been deduced. Naturally the greatest amount of attention 
as been given to water vapor, and we may consider the proper- 
ies of this medium as quite accurately known at the present 
ime. Ammonia, sulphur dioxide, and other vapors have not 
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are as yet only imperfectly known. 

In the sections immediately following we shall give briefly the 
results of the latest and most accurate experiments on water 
vapor. 

113. Heat of the Liquid. — Denoting c' the specific heat of 
water, the heat of the liquid above 32° F. is given by the re- 

= ( 1 ) 

If the specific heat c' were constant at all temperatures, this 
equation would reduce to the simple form (f =■ c'(t— 32). As 
a matter of fact, however, c' is not constant, and its variation 
with the temperature must be known before (1) can be used to 
calculate q'. Between 0° C. and 100° C. (32°-212° F.) the 
experiments of Dr. Barnes may be regarded as the most trust- 
worthy. Taking c' = l at a temperature of 17.5° C., the fol- 
lowing values are given by Griffiths as representing the results 
obtained by Barnes. 


Temi'ebatube 

Speoifio Heat 

Teiii'eeatuke 

Speoific Heat 

C. 

F. 

C. 

F. 

0 

32 

1.0083 

55 

131 


6 

41 

1.0054 

60 

140 


10 

50 

1.0027 

65 

14 !) 


15 

59 

1.0007 

70 

158 


20 

68 

0.9992 

75 

167 


25 

77 

0.9978 

80 

176 


30 

86 

0.9975 

85 

185 


35 

95 

0.9974 

90 

194 


40 

104 

0.9973 

95 

203 

1.0040 

45 

113 

0.9974 

100 

212 

1.0051 

50 

122 

0.9977 





These values are shown graphically in Fig. 63. From them 
values of q' may be obtained by means of relation (1). 

In the actual calculation of the tabular values of q\ the fol- 
lowing method may be used advantageously. Since the specific 
heat o' does not differ greatly from 1, let 

(?'= 1 -f 
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■where ^ is a small correction term. Then for we have 


If now values of h are plotted as ordinates with correspond- 
ing temperatures as abscissas, the values of the integral ^kdt 
may easily be determined by graphical integration. 

For temperatures above 212° F. the only available experi- 
ments giving the heat of 
the liquid are those of i.oosk 
Regnault and Dieterici. 

The results of these ex- 
periments are somewhat 
discordant and unsatis- 
factory. Fortunately, 
we have for the range 
212° to 400° F. reliable 
formulas for the total 
heat q” and the latent 

heat r, and we may therefore determine from the relation 


1.00G 

1.0041 


1.002 


1.000 


0.998| 
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Fig. 63. 


q’ = 


— r. 


114. Latent Heat of Vaporization. — The latent heat of water 
vapor for the range 0° to 180° C. (32°-356° F.) has been accu- 
rately determined by direct experiment. The results of the 
experiments of Dieterici at 0° C., Griffiths at 30° and 40° C., 
Smith over the range 14°-40° C., and Henning over the range 
30°-180° C. show a remarkable agreement, all of the values 
lying on, or very near, a smooth curve. The observed values 
are given in the third column of the following table. As the 
thermal units employed by the different investigators were not 
precisely the same, all values have been reduced to a common 
unit, the joule. 

It is readily found that a second-degree equation satis- 
factorily represents the relation between r and t. Taking r in 
joules, the following equation gives the values in the fourth 
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SATURATED VAPORS 
LATENT HEAT OF WATER, IN JOULES 


[chap. X 



Tempkka- 

Laten’i 

Heat 

Difeeuenoe 


TUBE, C. 

Observed 

Calculated 

Pee Cent 

Dieterici 

0 

2493.8 

2495.8 

- 0.08 


30.00 

2429.3 

2430.8 

- 0.06 

Griffiths 

10.15 

2403.6 

2407.5 

- 0.16 


13.95 

2467.6 

2466.3 

+ 0.05 


21.17 

2451.2 

2450.5 

+ 0.03 

Smith 

28.06 

2435.0 

2435.2 

- 0.01 


39.80 

2405.8 

2408.3 

- 0.10 


30.12 

2424.8 

2430.0 


Henning, 

49.14: 

2385.3 

2343.0 

2386.2 


64.85 

2347.7 

- 0.20 

First Series .... 

77.34 

2313.7 

2316.0 

- 0.10 


89.29 

228,5.6 

2284.6 

+ 0.05 


100.59 

2254.2 


-1- 0.01 



mam 

2249.2 

- 0.02 

Henning, 

■aa 


2197.2 

+ 0.14 

Second Series . . . 

140.97 

2134.2 

2137.6 



100.56 


2077.2 

- 0.01 


180.72 



Hil 


The differences between the observed values and those calcu- 
lated from this formula, are shown in the last column. 

The mean calorie is equivalent to 4.184 joules ; hence, divid- 
ing the constants of Eq. (1) by 4.184, the resulting equation 
gives r in calories. This equation is readily changed to give 
r in B. t.u. with t in degrees E. We thus obtain finally 

T = 9T0.4 - 0.655 (t - 212) - 0.00045 (^ - 212)2. (2) 

This formula may be accepted as giving quite accurately the 
latent heat from 32° F. to perhaps 400° F.’'''' 










115. Total Heat. Heat Content. — For the temperature range 
32° to 212° F. the total- heat q'' is obtained from the relation 
q" =q' -)rr. As has been shown, values of and of r can be 
accurately determined for this range. For temperatures be- 
tween 212° and 400°, we are indebted to Dr, H. N. Davis for 
the derivation of a formula for the heat content of saturated 
vapor of water. The earlier experiments of Regnault led to 
the formula gii == 1091.7 + 0.305 (t - 32), 

which has been extensively used in the calculation of tabu- 
lar values. By making use of the throttling experiments of 
Grindley, Griessmann, and Peake, Dr. Davis* has shown that 
Regnault’s linear equation is incorrect, and that a second-degree 
equation of the form 

q’’ =. a + h(t — 212) + c(t-- 212)^ 
may be adopted. Dr. Davis obtains for the heat content i" 
the formula 

i" = 1150.4 H- 0.3745 (t- 212) - 0.00055 (i- 212)2. (3) 

From this formula the total heat is readily determined from 
the relation q'' = — Apv' . It is found, however, that slight 

changes in the constants are desirable in view of Henning’s sub- 
sequent experiments on latent heat. The modified formula 
i” = 1150.4 -h 0.35 (t - 212) - 0.000383 (t - 212)2 (4) 

may be accepted as giving with reasonable accuracy values of 
i" for the range 212° to 400° F. 

116. Specific Volume of Steam. — The specific volume?;'' of 
a saturated vapor at various pressures may be determined 
experimentally. For water vapor accurate measurements of 
v” for temperatures between 100° and 180° C. have been made 
by Knoblauch, Linde, and Klebe. It is possible, however, to 
calculate the volume v" from the general equations of thermo- 
dynamics ; and the agreement between the calculated values 
and those determined by experiment serves as a valuable check 

critical temperature, 689° F. At the higher temperatures it doubtless gives more 
accurate values than the second-degi’ee formula. See Proceedings of the Amer. 
Acad, of Arts and Sciences 45 , 284. 

* Trans. Am. Soc. of Mecli. Engs. 30 , 1419, 1908. See Art. 164 for a dis- 
cussion of tbfi inot.bnrl oinnlovorl in tiip, dfivivation of formula 


on the accuracy with which the factors entering into the theo- 
retical formula have been determined. 

The general equation (Art. 66) 

dq=^c,dT+AT(^ dv (1) 

\dtjv 

applies to any reversible process. Let us apply it to the pro- 
cess of changing a liquid to saturated vapor at a given constant 
temperature. For a saturated vapor, the partial derivative 

( is simply the derivative and this is a constant for any 

\dtjv dt 

given temperature (Art. 107). Hence, for the process in ques- 
tion, we have (since dT —O') 

q = y"dv = - v'). (2) 


But in this case q is the heat of vaporization r ; hence we have 

( 3 ) 

AT^ ^ ^ 

dt dt 


This is the Clapeyron-Clausius formula for the increase of vol- 
ume during vaporization. 


Having for any temperature the derivative 


dp 

dt 


(Art. 


109) 


and the latent heat r, the change of volume v" — v' is readily 
calculated. The following table shows a comj)arison between 
the values of v" determined experimentally by Knoblauch, 
Linde, and Klebe, and those calculated by Henning from the 
Clapeyron equation, using the values of r determined from his 
own experiments. The third line gives values of v" calculated 
from the characteristic equation of superheated steam. (See 
Art. 132.) 



Sracino A''oi.umiw, Cu. 

C'l'KIlB I'Kll KO. 



120° 

140° 

160° 

180° C. 


1.674 


mg 

0..S073 



1.073 

0.8912 


0.3071 



1.073 

0.8915 

0.5084 


0.1945 
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The relation between the pressure and specific volume v” of 
saturated steam may be represented approximately by an equa- 
tion of the form 

Zeuner, from the values of v” given in the older steam tables, 
deduced the value w = 1.0646. Taking the more accurate 
values of v” given in the later steam tables, we find 

= 1.0631, (7=484.2. 


117. Entropy of Liquid and of Vapor. — During the process 
of heating the liquid from its initial temperature to the tem- 
perature of vaporization the entropy of the. liquid increases. 
Thus, referring to Fig. 62, if the initial temperature be 32° F., 
denoted by point A, and if the temperature be raised to that 
denoted by A', the increase of entropy of the liquid is repre- 
sented by OAy, the heat of the liquid by area OAA'A^. 

Since = e’dT^ we have as a general expression for the 
entropy s’ of the liquid corresponding to a temperature 

J 491.6 T ~ J 491.6 T ' ^ ^ 


If the specific heat c’ is given as a function of the inte- 
gration is readily effected. In the case of water, where the 
specific heat varies somewhat irregularly, as shown by the 
table of Art. 115, the following expedient may be used. Put 
c' = 1 + k then h is a small correction term that is negative 
between 63° and 150° F. and |)Ositive elsewhere. From (1) we 
have, therefore. 



The first term is readily calculated and the small correction 
term may be found by graphical integration. This method was 
used in calculating the values of s’ in table I. 

The increase of entropy during vaporization, represented by 

V 

A' A!' (Fig. 62), is evidently the quotient Hence the en- 
tropy of the saturated vapor in the state A” is 



For a mixture of quality x, as rex^resented by tbe point M, the 
entropy is 

118. Steam Tables. — The various iDroperties of saturated 
steam considered in the preceding articles are tabulated for 
the range of pressure and temperature used in ordinary tech- 
nical applications. Many such tabulations have appeared. 
The older tables based largely upon Regnault’s data are now 
known to be inaccurate to a degree that renders them value- 
less. The recent tables of Marks and Davis and of Peabody, f 
however, embody the latest and most accurate researches on 
saturated steam. 

Table I at the end of the book has been calculated from 
the formulas derived in Arts. 108-116. The values differ but 
little from those obtained by Marks and Davis. The first col- 
umn gives the pressures in inches of mercury up to atmosxoheric 
pressure, and in pounds per square inch above atmospheric 
pressure ; the second column contains the corresponding 
temperatures. Columns 3 and 4 give the heat content of the 
liquid and saturated vapor, respectively. The values in col- 
umn 3 may be taken also as the heat of the liquid (/ ; similarly, 
column 4 may be considered as giving the total heat q" of the 
saturated vapor. As we have seen, the difference between i" 
and q'^ is negligible except at high x^ressures. 

119. Properties of Saturated Ammonia. — Several tables of 
the properties of saturated vaxoor of ammonia have been x^rib- 
lished. Among these may be mentioned those of Wood, Pea- 
body, Zeuner, and Dieterici. The values given by the different 
tables are very discordant, as they are for the most x)art obtained 
by theoretical deductions based on meager exxoerimental data. 
For temperatures above 32° F. the values obtained by Dieterici 
as the result of direct exxoeriment are most worthy of confidence. 

Dieterici determined experimentally the sxoecific volume v” 
of the saturated vapor for the temperature range 0° to 40° C. 

* Marks and Davis, Steam Tables and Diagrams, Longmans, 1908. 


(32° to 104° F.) and also for the same range the specific heat / 
of the liquid ammonia. The formula deduced by Dieterici for 
specific heat is, for the Fahrenheit scale, 

e' = 1.118 + 0.001156 (t - 32). (1) 

From this formula, the heat of the liquid q' and the entropy of 
the liquid s' are readily calculated by means of the relations 



The relation between pressure and temperature is given by 
the experiments of Regnault. The results of these experiments 
are expressed quite accurately by Bertrand’s formula 

log p = 5.8T896 - 50 log (2) 

Above 32°, having Dieterici’s experimental values of v" and 
from (2) the derivative we may find the latent heat r from 

(a/ JL 

the Clapeyron-Clausius formula 

r = A (v" ~v0 T%. (See Art. 118.) (3) 

(X JL 

For temperatures below 32° we have neither v” nor r given 
experimentally; hence for this region values of various prop- 
erties can only be determined by extrapolation, and the ac- 
curacy of the results thus obtained is by no means assured. In 
calculating the values of table III the following method was 
used. The values of r for temperatures above 32° were calcu- 
lated by means of (3). It was found that these values may be 
represented quite accurately by the equation 

log r = 1.7920 + 0.4 log (266 - (4) 

in which 266° is the critical temperature of ammonia. (See p. 
176, footnote.) Formula (4) was assumed to hold for the range 
32° to — 30° ; and from the values of r thus obtained values of 
v" were calculated by means of the Clapeyron relation (3). 

120. Other Saturated Vapors. — Several saturated vapors in 
addition to the vapors of water and ammonia have important 
technical auDlications. Sulphur dioxide and carbon dioxide in 



particular are used as media for refrigerating machines. The 
properties of the former fluid have been investigated by Cailletet 
and Mathias, those of tlie latter by Amagat and M oilier. The 
results of these investigations are embodied in tables.^ 

The properties of several vapors of minor importance have 
also been tabulated, the data being furnished for the most part 
by Regnault. These include ether, chloroform, carbon bisul- 
phide, carbon tetrachloride, aceton, and vapor of alcohol, f 
121. Liquid and Saturation Curves. — If for various tem- 
peratures the corresponding values of s', the entropy of the 
liquid, be laid off as abscissce, the result is a curve s'. Fig. 62. 
This is called the liquid curve. If, likewise, values of 


be laid off as abscissa3, a second curve s" is obtained. This 
is called the saturation curve. 

As already stated (Art. 106), any point between the curves s' 
and s" represents a mixture of liquid and vapor, the ratio x de- 
pending upon the position of the point. It is possible, there- 
fore, to draw between the curves s' and s" a series of constant-a; 
lines. Each of the horizontal segments A' A", etc., is 

divided into a convenient number (say 10) of ecjual parts and 
corresponding points are joined by curves. The successive 
curves, therefore, are the loci of points for which x = 0.1, 
a;= 0.2, etc. 

The form of the saturation curve has an important relation 
to the behavior of a saturated vapor. For nearly all vapors, 
the curve has the general form shown in Fig. 62 ; that is, the 
entropy s" decreases with rising temperature. In the case of 
ether vapor, however, the entropy increases with rising tem- 
j)erature and the curve has, therefore, the same general direc- 
tion as the liquid curve s'. 

122. Specific Heat of a Saturated Vapor. — Referring to the 
saturation curve of Fig. 62, suppose the state-point to move 

* For tables of the properties of saturated vapor of SO2 and CO2 in English 
units, see Zeuner’s Technical Thermodynamics^ Klein’s translation, Part II. 

t See Peabody’s Steam and Entropy Tables, or Zeuner’s Technical Thermo- 
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from A!' to B" . This represents a rise of temperature of the 
saturated vapor during which the vapor remains in the satu- 
rated condition. The process must evidently be accompanied 
by the withdrawal of heat represented by the area ; 

and the reverse process, fall in temperature from B" to A", is 
accompanied by the addition of heat represented by the same 
area. It appears, therefore, that along the saturation curve 

the ratio ^ is negative (except in the case of ether) ; that is, 

the specific heat of a saturated vapor is, in general, negative. 

An expression for the specific heat c” of the saturated vapor 
may be obtained as follows. The entropy of the saturated 
vapor is given by the equation 

( 1 ) 


hence the change of entropy corresponding to a change of 
temperature is obtained by differentiating (1), thus 



ds" = ds' + d . 

(2) 

But 

11 

(3) 


and similarly for the saturation curve, 


ds” 


'dT 


T 


G) 


Substituting these values ds' and ds" in (2), the result is 


or 


^ dT T' 


dq 


But since e' = (5) may be written 

d(q' 4- r) r 


dT 


T 


( 5 ) 



q' IS Known. 


xnu.8 iur waiioj. vtipui. ciuuvo iJjLa 


VV O XXOi V D 


whence 


q"=a + l(t - 212) - c(t - 212)2 ^ 
^ = i-2<;(t-212), 


where h =■ 0.35 and c — 0.000333. 

At 212°, we have, for example. 


c'' = 0.35 -|^= 0.35 


970.4 


212 + 459.6 


1.095. 


123. General Equation for Vapor Mixtures. — Let heat be 
added to a unit weight of mixture of liquid and saturated 
vapor, of which the part x is vapor and the p)art 1 — a; is 
liquid. Ill general, the temperature T and quality x will 
change ; hence the heat added is the sum of two quantities : 
(1) the heat required to increase the temperature with x 
remaining constant; (2) the heat required to increase x with 
the temperature constant. The first is evidently g’(X — x')dT 
+ o"xdTi and the second is rdx ; hence we have 


dq = o'(l — x')dT+ o'’xdT + rdx (1) 

as the general differential equation for the heat added to a 
mixture. 

From (1) the general expression for the change of entropy 
of a mixture is given by 

da ^ = o'fl - -g ‘"^ dT + ^dx. (2) 

The fact that ds is an exact differential leads at once to the 
relation 


dx 


g'(1 — a?) + c"x‘ 
T 


T dTKTJx 


( 3 ) 


whence 


T 


or 


— n’ 


o' _ B f r 
dT\T)' 
dr 


o'-h- 


dT T' 

the relation that was obtained in Art. 122. 


( 4 ) 



124. Variation of x during Adiabatic Changes. — Let the point 
A” (Fig. 64) represent the state of saturated vapor as regards 
pressure and temperature. Adiabatic expansion will then be 
represented by a vertical line A” E, the final point B being at 
lower temperature. Adiabatic compression will be shown by a 
vertical line A" G-. With a saturation curve of the form 
shown, it appears that during adiabatic expansion some of the 
vapor .condenses, while adiabatic compression results in super- 
heating. If the state-point is originally at M so that x is some- 
what less than 1 (say 0.7 or 0.8), 
then adiabatic expansion is ac- 
companied by a decrease in 
adiabatic compression by an in- 
crease of X. 

If the saturation curve slopes 
in the other direction, as in the 
case of ether, the conditions just 
stated will, of course, be reversed. 

Adiabatic expansion of the 
liquid is represented by the line 
A!B ; evidently some of the 
liquid is vaporized during the 
process. If the mixture is originally mostly liquid, as indicated 
by a point AT near the curve then adiabatic expansion results 
in an increase of x^ adiabatic compression in a decrease of x. 

For a given pressure there is some value of x for which an 
indefinitely small adiabatic change produces no change in x ; 
in other words, at this point the constant-a; curve has a vertical 
tangent. For this point we have evidently dq=0 and dx — 0, 
and the general equation (1), Art. 123, becomes 



whence 

or 


\^c'(l — x) c"x~\dT= 0, 

X __ 
23—1 c”' 

o' 


( 1 ) 

( 2 ) 

( 3 ) 


The locus of the points determined by (3) is a curve n (Fig. 64), 



dq = rdx ,* (4) 

that is, all the heat entering the mixture is expended in vapor- 
izing the liquid. The zero curve is of little practical importance. 

The change of the quality x during the adiabatic expansion 
of a- mixture is readily calculated by means of the entropy 
equation. In the initial state, the entropy of the mixture is 



and in the final state it is 



But for an adiabatic change s^== s^; therefore, we have the 
relation s/ -f- ^ = s^' -f (5) 

in which x^ is the only unknown quantity. 

125. Special Curves on the TS-plane. — The region between 
the liquid and saturation curves may be covered with series of 
curves in such a way that the position of the point represent- 
ing a mixture indicates at once the various properties of the 
mixture. 

In the first place, horizontal lines intercepted between the 
curves s' and s" are lines of constant temperature, also lines of 
constant pressure ; while vertical lines are lines of constant 
entropy. 

Lines of constant quality, Xy, 2:21 ajg, . . . may be drawn as 
explained in Art. 121. 

Curves of constant volume may be drawn as follows : The 
volume of a unit weight of mixture whose quality is x is given 
by the equation 

V = x(y" — v’') -f v' , (1) 

whence x = ~ ^ , . (2) 

V — V ^ ^ 

Suppose that the curve for some definite volume (say v — 5 cu. 
ft.) is to be located. For different pressures jSg, P 31 • • • 
the saturation volumes v^", . . . are known from the 


tables. Substituting successively these values of v" in (2), 
values of x, as x^, x^, rcg, . . . corresponding to the pressures 
Pv Pv Pz-> ' ' ' found. The value of v' may be taken 

as constant for all pressures. The value of x^ locates a definite 
point on the line, that of x^ a point on the p^ line, etc. The 
locus of these points is evidently a curve, any point of which 
represents a mixture having the given volume v ; hence it is a 
constant- volume curve. 

In a similar manner curves of constant energy u may be 
located. Since u = q'+xp, (3) 

we have x = '‘^ — 111 


For given pressures p^^ 


Values of g-' and p for different pressure are given in the table, 
and therefore for a given w, values of ajj, x^^ . . . are readily 
calculated. These locate points on the corresponding y)-lines, 
.and the locus of the points is 
the desired constant-w curve. t 
By the same process may be 
drawn curves of constant total 
heat, 

q=z q' -\-xr — const. 

or curves of constant heat 
content 

i = i' -{-xr— const. 

In Fig. 65, the various curves 
are shown drawn through the ^ 
same point P. From the general 

course of the curves the behavior of the mixture during a 
given change of state may be traced. Thus : (1) If a mixture 
expands adiabatically, v increases but p, u, and i decrease. 
The quality x decreases as long as the state-point lies to the 
right of the zero curve. (2) If a mixture expands isody- 
namically (u=: const.'), v, s, and x increase, p, T, and i decrease. 




for water vapor, taking values of s' and s" from the steam table. Then 
draw the curves v = 2, v = 10, d = fO cu. ft. Also draw the curves u = 600 
B. t. u., u = 800 B. t. u. 

126. Special Changes of State. — Certain of the curves de- 
scribed ill preceding articles represent important changes of 
state of the mixture of saturated vapor and liquid. The prin- 
cipal relations governing some of these changes will be de- 
veloped in this article. It is assumed that the system remains 
a mixture during the change, that is, that the path of the state- 
point is limited by the curves s' and s". 

(a) Isothermal, or Constant Pressure, Change of State. — Let 
x-j^ denote the initial quality, x^ the final quality. Then the 
initial volume is 

= xfy" — 

and the final volume is 

^2 ~ ~ 

The change in volume is therefore 

^2 - '*^1 = ( 3^2 - ( 1 ) 

and the external work is 

W=:p{:v^~v;)=p(y” ( 2 ) 

The change of energy is 

% - % = — a^i), (3) 

and the heat absorbed is 

q = r(x^-x.f). (4) 

These equations refer to a unit weight of mixture. 

Example. At a pressure of 140 Ib., absolute, the volume of one pound 
of a mixture of steam and water is increased by 0.8 cu. ft. The change of 

quality is = 3 .199^1^0.017 = external work is 

140 X 144 X 0.8 = 16,128 ft.-lb. 

The increase of energy is Jp(x 2 - = 778 x 786.1 x 0.2514 = 153850 ft.-lb. ; 

and the heat absorbed is r {xz - Xj) = 869 x 0.2514 = 218.5 B. t. u. 


(6) (Jhange of jState at Constant Volume. — Since the volumes 
and are equal, we have 

( 5 ) 

vhere v^’ and v^' are the saturation volumes corresponding to 
ihe pressures and respectively. From (5) the quality 
n the final state may be determined. The external work TTis 
Dero ; hence we have for the heat absorbed 


q = A(u^ - Wi) = (^ 2 ' + ^ 2 ^ 2 ) - (?/ - ^iPi) • (6) 


■ Example. A pound of a mixture of steam and water at 120 lb. pressure, 
quality 0.8, is cooled at constant volume to a pressure of 4 in. of mercury. 
Required the final quality and the heat taken from the mixture. 

From (5) 

^ _ xfvf - .0 _ 0.8(.8.724 - 0.017) _ ^ 
v,J' - v' 176.6 

rherefore 

q = 311.9 + 0.8 X 795.8 - (93.4 + 0.0167 x 959.5) - 839.2 B. t. u. 


(c) Adialatio Change of State. For a reversible adiabatic 
change the entropy of the mixture remains constant ; hence we 
have 


s' 4. ^£1 = s' + -2-2 

^ rjg ' ijj 


0 ) 


from which equation the final quality x^ can be found. Having 
^ 2 , the final volume per unit Aveight is 

v = xfy^' — v'')+v’ . (8) 

Since the heat added is zero, the external work is equal to the 
decrease in the intrinsic energy of the mixture. That is, 

Tr= % - ^2 = - (q^ + ^2^2)] • ( 9 ) 


Example. Three cubic feet of a mixture of steam and water, quality 
0.89, and having a pressure of 80 lb. per square inch, absolute, expands 
adiabatically to a pre.ssure of 5 in. Hg. The final quality, final volume, 
and the external work are required. 

From the steam tables we find the following values : 


Q 

Fory) = 80 lb. 281.8 

Forp = 5 in. Hg. 101.7 


5.464 

143.2 


P 

819.6 

953.7 


0.4533 

0.1880 


T 

1.1667 

1.7170 


3 


The weight of the mixture is 

M - ^ = = 0.6167 lb. 

_ v') + v' 0.89(5.464 - 0.017) + 0.017 

From (7), the quality in the second state is given by the relation 

0.4533 + 0.89 x 1.1667 = 0.1880 + 1.7170 ajj, 


whence ^2 = 0.759. 

The volume in the second state, neglecting the insignificant volume of the 
liquid, is 

V 2 = 0.6167 X 0.759 x 143.2 = 67.02 cu. ft. 

Finally, the external work is 

IF = 778 X 0.6167 [(281.8 + 0.89 x 819.6) - (101.7 + 0.759, x 953.7)] = 89,086 

ft.-lb. 

(d) Isodynamic QTiange of State. If the energy of the mix- 
ture remains constant, we have 


or -H = q^ -f-' x^p^, (10) 

From (10) the final value of x is determined, and the final 
volume is then found from (8). 

For the isodynamic change, the heat added to the mixture is 
evidently equal to the external work. There is no simple way 
of finding the work. As an approximation, an exponential 
curve 

( 11 ) 

may be passed through the points and y> 2 '> ^ 2 ’ 

value of n can be found. This curve will approximate to the 
true isodynamic on the j?v-plane, and the external work will 
then be approximately 

( 12 ) 

n — 1 

In practice the isodynamic of vapor mixtures is of little 
importance. 

127. Approximate Equation for the Adiabatic of a Vapor Mix- 
ture. — In certain investigations, especially those relating to the 
fiow of steam, it is convenient to represent the relation between 
p and V during an adiabatic change by an equation of the form 

u F” = 0. m 
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^he value of the exponent n is not constant, but varies with the 
litial pressure, the initial quality, and also with the final 
ressure ; and at best the equation is an approximation, 
lankine assumed for n the value for all initial conditions, 
ieuner, neglecting the influence of initial pressure, gave the 
ormula ^ _ 2.035 + 0.1 cr. (2) 

Ir. E. H. Stone,* using the tables of Marks and Davis, has 
.erived the relation 

n = 1.059 - 0.000315 p + (0.0706 + 0.000376 py. (3) 
Tlie following table gives values of n calculated from (3). 


nitial 

Quali- 

ty 


Initial Pkebsubb in Pounds 

PBB Squakb Inch, Absolute 


20 

40 

60 

80 


120 

140 



200 

220 

240 


1.131 

1.132 

1.133 

1.134 

1.136 

1.137 

1.138 

1.139 

1.141 

1.142 

1.143 

1.145 


1.127 

1.128 

1.128 

■WBlIl 

1.131 

1.131 

1.132 

1.133 

1.134 

1.135 

1.136 

1.137 

0.90 

1.123 

1.123 

1.124 

1.124 

1.125 

1.125 

1.126 

1.120 

1.127 

1.127 

1.128 

1.129 

0.85 

1.119 

1.119 

1.119 

1.119 

1.120 



1.120 

1.120 

1.120 

1.120 

1.121 

0.80 

1.115 

1.115 

1.114 

1.114 

1.114 

1.114 

HBH 

1.113 

1.113 

1.113 

1.112 

1.112 

0.75 

1.111 

1.110 


1.109 

1.109 

1.108 

1.107 

1.106 

1.106 

1.105 

1.104 


0.70 


1.106 


1.104 

1.103 

1.102 

1.101 

1.100 


1.098 

■nuM 

1.096 


1.104 

1.102 

BBffl 

1.099 

1.098 


1.095 

1.093 

HBBa 

1.091 


1.088 


■wbM 


1.096 

1.094 



1.089 

1.087 

1.085 

1.083 

1.081 

1.080 


1.096 

HpbsI 

1.092 

1.089 

1.087 

Ho Si 

1.083 

1.080 

■niry 

1.076 


1.072 



1.089 

1.087 

1.084 


1.079 



1.071 

1.069 

■ 

1.064 


Having the initial values py, Vy and ocy and the final pressure 
> 2 , the final volume is found approximately from (1), the 
ppropriate value of n being taken from the table. The exter- 
lal work is found approximately by the usual formula for the 
hange represented by (1), namely, 

(4) 

n — 1 

Example. Taking the data of the example of Art. 126 (c), we have 
_ QA T/ — a _ n RQ wLonPP ■>, — 1.1 o.R. The final nressure is 5 in. Hff. 















and 


TF = 144: X 


0.123 


= 88,074 tfc.-lb. 


Comparing these results with the results obtained by the exact method, 
it appears that the volume Fg is about 0.36 per cent smaller and the work 
IF about 0.13 per cent smaller. Hence the approximation is sufficiently 
close for all practical purposes. 


EXERCISES 

1. From Bertrand’s equation calculate the pressure of steam corre- 
sponding to the following temperatures: 60°, 250°, 400° F. 

2. Find the values of the derivative for the same temperatures. 

(it 

3. Using the results of Ex. 1 and 2, find the specific volumes for the 
given temperatures. 

4 . Find (a) the latent heat, (&) the total heat of saturated steam, at a 
temperature of 324° F. 

5. Calculate the latent heat of steam, (a) by the qiiadratic formula (2), 
Art. 114; (Z>) by the exponential formula (see footnote, p. 176) for the tem- 
peratures 220° F. and 380° F. Compare the results. 

In the following examples take required values from the steam table, 
p. 315. 

6. Find the entropy, energy, heat content, and volume of 4.5 lb. of a 
mixture of steam and water at a pressure of 120 lb. per square inch, quality 
0,87. 

7 . Find the quality and volume of the mixture after adiabatic expan- 
sion to a pressure of 16 lb. per square inch. 

8. Find the external work of the expansion. 

9 . Using the data of the preceding exatnples, calculate the volume and 
work by means of the approximate exponential equation p F”' = C. 

10 . A mixture, initial quality 0.97, expands adiabatically in a 12 in. by 
12 in. cylinder from a pressure of 100 lb. per square inch, gauge, to a pressure 
of 10 lb. per square inch, gauge. Find the point of cut-olf. 

11 . The volume of 6.3 lb. of mixture at a pressure of 140 lb. per square 
inch is 17.2 cu. ft. Find the quality of the mixture; also tlie entropy 
and energy of the mixture. 

12. The mixture in Ex. 11 is cooled at constant volume to a pressure of 
20 lb. per square inch. Find the final value of x and the heat abstracted. 

13 . At a pressure of 180 lb. per square inch the volume of 2 lb. of a 
mixture of steam and water is increased by 0.9 cu. ft. Find the increase of 
quality, increase of energy, heat added, and external work. 

14 . A mixture of steam and water, quality 0.85, at a pre.ssure of 18 lb. 
per square inch, is compressed adiabatically. Find the pressure at which 


tae water is completely vaponzea. ijina aiso tne woric oi compressiou 
per pound of mixture. 

15. Steam at a pressure of 80 lb. per square inch expands, remaining sat- 
urated until the pressure drops to 50 lb. per square inch. Find approxi- 
mately the heat that must be added to keep the steam in the saturated 
condition. 

16. Water at a temperature of 352° F. and under the corresponding 
pressure expands adiabatically until the pressure drops to 30 lb. per square 
inch. Find the per cent of water vaiiorized during the process. Find the 
work of expansion per pound of water. 

17. Two vessels, one containing lb. of mixture at a pressure pj and 
quality xi, the other lb. at a pressure p, and quality x^, are placed in 
communication. No heat enters or leaves while the contents of the vessels 
are mixing. Derive equations by means of which the final pressure ps and 
final quality xs may be calculated. 

18. Let 1 lb. of mixture at a pressure of 20 lb. per square inch, quality 
0.96, enter a condenser which contains 20 lb. of mixture at a pressure of 3 in. 
Hg., quality 0.05. Assuming that no heat leaves the condenser during the 
process, find the pressure and quality after mixing. 
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CHAPTER XI 


SUPERHEATED VAPORS 

128. General Characteristics of Superheated Vapors. — The 

nature of a superheated vapor has been indicated in Art. 106, 
describing the process of vai)orization. So long as a vapor is 
in immediate contact with the liquid from which it is formed it 
remains saturated, and its temperature is fixed by the pressure 
according to the relation t = f(^p). When vaporization is com- 
pleted, or when the saturated vapor is removed from contact 
with the liquid, further addition of heat at constant pressure 
results in a rise in temperature. If denotes the saturation 
temperature given by = /(j?) and t the temperature after su- 
perheating, the difference t is the degree of superheat. Thus 
for steam at a pressure of 120 lb. per square inch, = 341. 3°i^; 
hence if at this pressure the steam has a temperature of 460°, 
the degree of superheat is 460° ~ 341.3° = 118.7°. 

As soon, therefore, as a vapor passes into the superheated 
state, the character of the relation between the coordinates p, v, 
and t changes. The temperature is freed from the rigid con- 
nection with the pressure that obtains in the saturated state, 
and p and t may be varied independent!}' . The volume v of 
the superheated vapor depends upon both p and t thus taken as 
independent variables ; that is, 

v = (j>(p, t), (1) 

as in the case of a perfect gas. The form of the characteristic 
equation (1) for a superheated vapor is, however, less simple 
than that of the gas equation pv = BT. 

The state described by the term “ superheated vapor ” lies 
between two limiting states ; the saturated vapor on the one 
hand, and the perfect gas, obeying the laws of Boyle and Joule, 
on the other. The characteristic equation therefore should 
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be of such form as to reduce to the equation of the perfect 
gas, as the upper limit is approached and to give the proper 
values of p, v, and t of saturated vapor when the loAver limit 
is reached. In the case of compound substances like water 
or ammonia, however, one disturbing element is introduced 
at very high temperatures. The vapor may to some extent 
dissociate ; thus steam may in part split up into its components 
hydrogen and oxygen, ammonia into nitrogen and hydrogen. 
Nernst has found for example that at a pressure of one atmos- 
phere 3.4 per cent of water vapor is dissociated at a temperature 
of 2500° C. Manifestly the existence of dissociation must in- 
fluence the relation between the variables v, and t. However, 
at the temperatures and pressures with which we are concerned 
in the technical applications of thermodynamics, the amount of 
dissociation is entirely negligible, and the characteristic equation 
may be assumed to hold for all temperatures within the range 
of ordinary practice. 

129. Critical States. — The region between the limit curves 
w', v" (Fig. 60) or s', s" (Fig. 62) is the region of mixtures of 
saturated vapor and liquid. 

The fact that these two curves 
approach each other as the tem- 
perature is increased suggests 
that a temperature may be 
reached above which it is im- 
possible for a mixture of liquid 
and vapor to exist. Let it be 
assumed that the two limit 
curves merge into each other 
at the point S (Fig. 66), and 
thus constitute a single curve, 
of which the liquid and saturation curves, as we have previously 
called them, are merely two branches. The significance of this 
assumption may be gathered from the following considerations. 

Let superheated vapor in the initial state represented by 
point A. (Fig. 66 and 67) be compressed isothermally. Under 
usual conditions, the nressure will rise until it reaches the pres- 




sure of saturated vapor corresponding to the given constant 
temperature and the state of the vapor will then be represented 
by point B on the saturation curve. Further compression at 
constant temperature results in condensation of the saturated 
vapor, as indicated by the line B 0. If the liquid be compressed 

isothennally, the volume will be 
decreased slightly as the pres- 
sure rises, and the process will 
be represented by curve CD. 
The isothermal has therefore 
three distinct parts : along AB 
the. fluid is superheated vapor, 
along BQ ix mixture, and along 
OB a liquid. If the initial tem- 
perature be taken at a higher 
value t\ the result will be similar 
except that the segment B' O' will 
be shorter. If the limit curves 
meet at point it is evident that the temperature may be 
chosen so high that this horizontal segment of the isothermal 
disappears ; in other words, the isothermal lies entirely outside 
of the single limit curve. 

In Fig. 66 the segment BO represents the difference v" — v' 
between the volume v" of saturated vapor and the volume v' of 
the liquid; and in Fig. 67, the area B^BOO^ represents the la- 
tent heat r of vaporization. For the isothermal that passes 
through the segment BO reduces to zero; hence, for this 
temperature and all higher temperatures, we have 



and 


v" — v' = 0, or v" = v'^ 
r = 0. 


The second result also follows from the first when we consider 
the Clapeyron equation 


- v' = 


Jrl^ 
T dp. 
JT 


The experiments of Andrews show that the condition just 

desnribfirl mn.v 


aioxiae as aeterminea oy iinarews are saown in Jf ig. t) 0 . Jb or 
t= 13.1° and 21, 5° C. the horizontal segments corresponding 
to condensation are 
clearly marked. F or 
t = 31.1° the horizontal 
segment disappears and 
there is merely a point 
of inflexion in the 
curve. At 48.1° the 
point of inflexion dis- 
appeared, and the iso- 
thermal has the general 
form of the isothermal 
for a perfect gas. 

The temperature % 
was called by Andrews 
the critical tempera- 
ture. It has a definite 
value for any liquid. 

The pressure and 
volume Vq indicated by the point JT are called respectively the 
critical pressure and critical volume. Values of and p^ for 
various substances are given in the following table: 



Substance 

ic, DEUliEES C. 

Pc, Atsiospiieues 

W ater 

365.0* 

200.5 

Ammonia 

130.0 

115.0 

Ether 

197.0 

35.77 

Sulphur dioxide 

155.4 

78.9 

Carbon dioxide 

30.92 

77.0 

Carbon disulphide 

277.7 

78.1 

Nitrogen 

-146.0 

35.0 

Oxygen 

-118.0 

50.0 

Hydrogen 

-220.0 

20.0 

Air 

-140.0 

30.0 


* According to the recent experiments of Ilolborn and Baumann, the critical 
temperature of water is 706.1° F (374.5° C) and the critical pressure is 3200 Ih. 
per square inch. See article by Prof. Marks, Jour. A. S. M. E., Vol. 33, p. 563. 






Although at sufficiently high pressure the fluid may be in the 
liquid state, the closest observation fails to show where the 
gaseous state ceases and the liquid state begins. As stated by 
Andrews, the gaseous and liquid states are to be regarded as 
widely separated forms of the same state of aggregation. 

It has been proposed to make the critical temperature the 
basis of a distinction between gases and vapors. Tlius, air, 
nitrogen, oxygen, nitric oxide, etc., whose critical temperatures 
are far below ordinary temperature, are designated as gases, 
while steam, chloroform, ether, etc., whose critical temperatures 
are above ordinary temperature are designated as vapors. 

The determination of the critical values 1^7 ther- 

modynamic principles is a problem of great theoretical interest, 
but lies beyond the scope of this book. 


130. Equations of van der Waals and Clausius. — Many 
attempts have been made to deduce rationally a single charac- 
teristic equation, which with appropriate change of constants 
will represent the properties of various fluids in all states from 
the gaseous condition above tlie critical temperature to the 
liquid condition. Such a general equation is that of van der 
Waals, namely, 


BT 0 
V — a 


( 1 ) 


which was deduced from certain considerations derived from 
the kinetic theory of gases. As van der Waals’ equation does 
not accurately represent the results of Andrew’s experiments 
on carbon dioxide, Clausius suggested a modification of the 
last term of the equation and ultimately arrived at an equation 
of the form 


-gy fm 

V ~ a (y + c')^' 


( 2 ) 


where /( T') is a function of the absolute temperature that takes 
the value 1 at the critical temperature. 



The equations of van der Waals and Clausius are constructed 
vith special reference to the behavior of fluids in the vicinity 
)f the critical state ; hence they apply more particularly to 
such fluids as carbon dioxide, the critical temperature of which 
s within the range of temperature encountered in the practical 
ipplications of heat media. The critical temperatures of most 
mportant fluids, as water, ammonia, and sulphur dioxide are, 
lowever, far above the ordinary range, and for these media 
.he general equations do not give as good results as certain 
jurely empirical equations deduced from experiments covering 
i relatively small region. For some fluids, notably ammonia, 
:here is unfortunately a lack of experimental data; for the 
nost important fluid, water, we have, however, reliable data 
turnished by the recent experiments at Munich. 


131. Experiments of Knoblauch, Linde, and Klebe. — The 

3 xperiments made at the Munich laboratory were so con- 


ducted that three important 
relations could be obtained 
simultaneously. These 
were : 

1. Relation between pres- 
sure and temperature of 
saturated steam. 

2. Relation between spe- 
sific volume and temperature 
of saturated steam. 

3. Relation between pres- 
sure and temperature of 
superheated steam with the 
volume remaining constant. 

The experiment covered 
the range 100° to 180° C. 



The apparatus employed is 


Fig. 69. 


shown diagrammatically in 

Fig. 69. An iron vessel « contains a smaller glass vessel h to 
which is attached a glass tube c. A similar glass tube d leads 



a tube / leading to a mercury manometer, oteam is intruauceu 
into vessel a from a boiler, and suitable provision is made for 
returning the condensed steam to the boiler. 

A given weight of water is put into the glass vessel h and 
is evaporated gradually by the heat absorbed from the steam 
surrounding it. As long as vessel h contains a saturated mix- 
ture, the pressure within h must be the same as that within a, 
since the temperature is the same throughout. Hence the 
mercury levels w, m in tubes c and d will be at the same height. 
When the water in h is all vaporized and the pressure and 
temperature of the steam in a is further increased, the steam 

in h becomes superheated. While 
the temperature is still the same in 
vessels a and 5, the pressures in the 
two vessels are not equal. This 
may be shown by tlie /^s-diagram 
(Fig. 70). Let point A on the 
saturation curve s" denote the state 
of the steam in vessel h just at the 
end of vaporization ; it also repre- 
sents the state of the saturated 
steam in the outer vessel a. As 
the temperature rises from to tlie state of the steam 
in a changes as represented by the curve AO-, that is, the 
steam in a is saturated at the pressure /> 2 - The apparatus 
is so manipulated, however, that the mercury level m in tube c 
is held constant, thus keeping a constant volume of steam in 
vessel 5. The point representing the state of the steam in h 
moves along the constant volume curve AB in the superheated 
region, and the final pressure given by the point B is smaller 
than the pressure of the saturated steam in a. As a result 
the mercury level in the tube d will be depressed to the 
level n. A comparison of the mercury level in the manometer 
with the level m gives the relation between the pressure and 
temperature of superheated steam at the given constant 
volume V ; and a comparison witli the level n gives the 
relation between the pressure and temperature of saturated 
steam. 
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132. Equations for Superheated Steam. — To represent the 
esults of the Munich experiments, Linde deduced the empiri- 
al equation 

pv = BT- p(l + ap-) -B . (1) 

n metric units with p in kilogram per square meter^ the con- 
tants have the following values : 

J5 = 47.10 6^=0.031 n=B. 

a = 0.0000002 B = 0.0052 

iVith English units and pressures in pounds per square mcA, the 
iquation becomes : 

pv = 0.5962 T-p(l + 0.0014^) _ 0.0833^. (2) 

rhe form of Eq. (1) is such as to make it inconvenient for 
ihe purpose of computation ; and the constant B in the last 
,erm leads to complication in the working out of a general 
heory. A modified form of the equation, namely, 

v + c = — - (1 + ap^~ (3) 

p 

s free from these objections and with constants properly chosen 
•epresents the results of the Munich experiments as accurately 
IS Linde’s equation. The constants are as follows : 

Mbxbio Units English Units 

B = 47.113 B = 85.87, in pounds per square foot 

= 0.5963, p in pounds per square inch 
og w = 11.19839 log = 13.67938 
n = 5 n = 5 

c = 0.0055 .c = 0.088 

a = 0.00000085 a = 0.0006, p in pounds per square inch, 
rhe final equation with constants inserted is therefore 
.. . A ADO A cneo T j'-i , c\ onoR 47795 x 10^_ 


( 5 ) 


An equation ot the simple lorm 

V + (7 = 

P 

has been proposed by Tumlirz on the strength of Battelli’s 
experiments. Linde has shown that this equation may be made 
to represent with fair accuracy the results of the Munich ex- 
periments. For English units and with p in pounds per square 
the equation becomes 

V -1- 0.256 = 0.5962 (6) 
P 

For moderate pressure this formula is quite accurate, but at 
high pressures and superheat the volumes given by it are con- 
siderably smaller than those indicated by the experiments. 

Two other characteristic equations deserve mention. For 
many years Zeuner’s empirical equation 

pv = BT — Op"' (7) 


has been extensively used. The results of tlie Munich experi- 
ments have shown that the form of this equation is defective, 
and that it cannot accurately represent the behavior of super- 
heated steam over a wide range. Callendar, from certain theo- 
retical considerations, has deduced the equation, 


V 


h = 


BT 

P 


6 " 


1 


( 8 ) 


which in form resembles Eq. (3), but lacks the factor p in the 
last term. While this equation is somewhat simpler than 
Eq. (3), it is less accurate. 


133. Specific Heat of Superheated Steam. — The experimental 
evidence on the specific heat of superheated steam may be clas- 
sified as follows : 


1. The early experiments of Regnault at a pressure of one 

atmosphere and at temperatures relatively close to 
saturation. 

2. The experiments of Mallard and Le Chatelier, Langen, 

and others at very high temperatures. 



3. The experiments of Holborn and Henning at atmospheric 

pressure and at temperatures varying from 110° to 
1400° 0. 

4. Recent experiments with steam at various pressures and 

with temperatures close to the saturation limit. Of 
these, the experiments of Knoblauch and Jakob are 
considered the most reliable. 

Regnault concluded from his experiments that at a pressure 
f one atmosphere the specific heat of superheated steam has 
he constant value 0.48 for all temperatures. This value has 
een largely used for all temperatures and for all pressures as 
^ell. 

Experiments by Mallard and Le Chatelier and by Langen at 
igh temperatures agree in making the specific heat a linear 
unction of the temperature. Thus, according to Langen, 

= 0.439 + 0.000239 (1) 

diere t is the temperature on the C. scale. 

The earlier experiments of Holborn and Henning at much 
Dwer temperatures than those of Langen lead to the formula 

0.446 + 0.0000866 t. (2) 

?his is again a linear relation, but the coefficient of t is smaller 
han that in Langen’s formula. Equations (1) and (2) show 
hat the specific heat varies with the temperature at least, and 
hat the convenient assumption of the constant value 0.48 is 
Lot permissible. 

Finally, the experiments of Knoblauch and Mollier show con- 
lusively that Op depends also upon the pressure. In these 
xperiments, steam was run through a first superheater in 
vhich all traces of moisture were removed. It was then run 
hrough a second superheater consisting of coils immersed in 
ill oil bath. The heat was applied by means of an electric 
lurrent and could be measured quite accurately, and a com- 
larison of the heat supplied with the rise of the temperature of 
lie steam gave a means of calculating the mean specific heat over 
ihe temperature range involved. Experiments were conducted 
i.t m’p.sHm'As of 9 4. 0. a.nrl S kp". ner SQuarc centimeter. The 
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results are shown by the points in Fig. 71. From these 
results the following conclusions may be drawn : (1) The 
specific heat varies with the pressure, being higher the higher 
the pressure at the same temperature. (2) With the pressure 
constant, the specific heat falls gradually from the saturation 
limit, reaches a minimum value, and then rises again. 

Starting with the characteristic equation (3), Art. 132, it is 
possible to deduce a general equation for the specific heat 
that will give results substantially in accord with the experi- 
mental results of Knoblauch and Mollier. F or this purpose we 
make use of the general relation 

From the characteristic equation, 

BT .m 

v + c=^-^ — + ( 1 ) 

we obtain by successive differentiation 
dv B mn 

mn(n + l') 

dT^ “b C^) 

Substituting in (3), the result is 

Taking T as constant and integrating (7) with p as the in- 
dependent variable, the result is 

gp = const, of integration. 

Now since jTwas taken as constant, the constant of integration 
may be some function of T; hence we may write 


( 8 ) 




60 160 210 320 400 480 560 610 

Temperature 0 

le groups of points represent the results of experiments at 2, 4, 6, and 8 kg. per sq. cm., 
respectively, beginning with the lowest group. 

Fig. 71. 


incroa/SGci. xroin JLcing*6ns GXpGriiHGinjs, lu ib seen uiidu iiu vc/iy 
high, temperatures is given by an equation of the form 

Cj, = a + bTi 

hence we are justified in assuming that 
<^(r) = cc+/3T, 

where a and y9 are constants to be determined from experi- 
mental evidence. Equation (8) thus becomes 


This is the general equation for the specific heat of superheated 
steam at constant pressure. 

It may be seen at once that this equation gives results agree- 
ing in a general way with those of Knoblauch and Mollier. At 
a given temperature T the specific heat increases with the pres- 
sure ; furthermore for a given pressure, Cp has a minimum value 
as appears by equating to zero the derivative 

_ o Amn(n -f 1)^ , 


1 


I Cb \ 

+ 2 ^} 


The following values of the constants have been found to 
make Eq. (9) fit fairly well the experimental results of Knob- 
lauch and Mollier : 

« = 0.367 

/3 = 0.00018 for the C. scale. 

/3 = 0.0001 for the F. scale 

Replacing the product Amn(n -f 1) by a single constant (7, 
we have as the final formula for the specific heat 

= 0.367 -1- 0.0001 T-\- p(l + 0.0003 p') (10) 

where log (7=14.42408 (pressure in pounds per square inch). 

Figure 71 shows the curves representing this formula for the 
pressures of the Knoblauch and Mollier experiments. The 
agreement between the points and curves is satisfactory, con- 
sidering the difficulty of the experiments. In Fig. 72 the 
<?p-curves for various pressures in pounds per square inch are 
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134. Mean Specific Heat. — Formula (10), Art. 133, gives 
he specific heat at a given pressure and temperature. For 
ome purposes it is desirable to have the mean specific lieat be- 
ween two temperatures, the pressure remaining constant. 
?his is readily calculated by the mean value theorem ; thus 
lenoting by mean specific heat, we have 


n-2'i 


1 


^o^,dT 




Jsing the general expression for Cp, we have, therefore, 

== + I P 


IT 


AvipQri + 1)( 1 + 


+ ' 


Tl 


T,~T, 


( 2 ) 


The calculation, while straightforward is rather long, and if 
p-curves are available, it is usually preferable to determine 
he mean by Simpson’s rule or by the planimeter. 

Curves of mean specific heat are shown in Fig. 73. For any 
bgree of superheat the mean specific heat between the satura- 
ion state and the given state is given by the ordinate corre- 
ponding to the given degree of superheat and the given 
ressure. For example, at a pressure of 150 lb. per square 
ach the mean specific heat for 240° superheat is 0.529. 

135. Heat Content. Total Heat. — Having a formula for the 
pecific heat at constant pressure, equations for the heat con- 
ent and the intrinsic energy of a unit weight of superheated 
team at a given pressure and temperature are readily derived, 
i'or this purpose the general equation 

dq — CpdT — AT dp (see Art. 54) (1) 


* 


© 




i=A(u -bjpv), 


we have 

di = A \_du 4- d (jpv)]. 


or 

di = dq + Avdp. 

(2) 

Hence, making 

use of (1), 



di = c^dT~ '^fP' 

CO 


From the characteristic equation we have 

m 

■ -4- ni an ^ - 

dT -p 




9v 


whence T—r^—v 
dT 


(n + 1) (1 + ap) + c 


dv 


Introducing in (3) this expression for T — v and the general 


expression for Cp, the result is 
Amn (n + 

— ^ (1 + ^P ~~ 


di=(ia + dT + Amn (n + !);> (l + 


(U 


Since i depends uj)on the state of the subtance only, the second 
member of (4) must be an exact differential. The integral is 
readily found to be 

i:==aT+^T^-A(n + l)p(l + j^;^y^-- Acp + ^o. ( 6 ) 

The constant of integration is determined by apj^lying 
Eq. (5) to the saturation state. For a given pressure and cor- 
responding saturation temperature the second member of (5) 
exclusive of can be calculated. The first member is the 
value of i for the assumed pressure as given in the steam table. 
Hence \ is found by subtraction. By this method the mean 
value ^ 0 = 886.7 is obtained. 

Introducing known constants, Eq. (5) becomes 

i = TQ).m + 0.00005 (1 + 0.0003 

-0.0163^-1-886.7. 


( 6 ) 



Here log O = 13.72511 wlien f is taken in pounds per square 
incli. 

The total heat of a unit weight of superheated vapor is the 
heat required to raise the tem- 
perature of the liquid to the 
boiling point at the given con- 
stant pressure, evaporate it, and 
then superheat it, still at con- 
stant pressure, to the tempera- 
ture under consideration. On 
the ^/S'-plane, the process is 
shown by the line (Fig. 

74). The area OABQC-^ rep- 
resents the total heat of the 
saturated vapor, which has 
been denoted by q” , The area 

Q-^ODD^ represents the heat added to superheat the vapor. 
This heat is evidently given by the integral 



Fig. 74. 






1 . 

1 + 2 ^ 


dT 


taken between the saturation temperature at point (7 and 
the final temperature T at point D. This integral is, in fact, 
the product (Cp),„(T— 7^), where is the mean specific 

heat for the temperature range T— T^. The total heat of a 
unit weight of superheated steam is given therefore by the 
expression « = ?" + COCCI' - T.'). (7) 


The term is easily found from the mean 

specific heat curves (BTg. 73), and q"Q=i'’') is given in the 
steam table. Hence with the aid of the curves, an approxi- 
mate value for the heat content may be calculated. 


Example. Find the heat content of one pound of steam at a pressure 
of 150 lb. per square inch superheated 200°. 

From the steam table 7”(= 7^0 pressure is 1194.6 B.t. u. ; and 

from Fig. 73 the mean specific heat from saturation to 200° superheat is 
0.534. 

Hence i = 1194.6 + 200 x 0.534 = 1301.4 B. t. n. 

vocimlf. n’TTraTv V\*^t a. 1 ^01 .7 ‘ti. 11- 
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136. Intrinsic Energy. — For tlie intrinsic energy we have 
from the defining equation i = A(u+ pv}, 


Au = i — Apv. 


( 1 ) 


Using the expressions for ^ and v heretofore derived, we obtain 
the equation 


Au= T{a-hl-l3T~AB)- 


Amp 


rpn 


n + (n 


a 

DgP 


+ 


( 2 ) 


This expression gives the intrinsic energy in B. t. u. of a unit 
weight of superheated steam. Introducing the proper constants, 
we have, when p is taken in pounds per square inoh., 

= 2^(0.2566 + 0.00005 !r)_ ^(1 + 0. 00024 p) + 886.7, (3) 

where log G = 13.64593. 

The intrinsic energy may also be found quite exactly by 
the following method. For the given pressure p the energy 
of one pound of saturated steam is 

Au'’ = q' 

and the increase of energy due to the superheat is 

^lc,dT = {oXiT - T.\ 


where (c„)„ denotes the mean specific heat at constant volume. 
The difference varies somewhat with the pressure 

and superheat, but 0.13 may be taken as a mean value. Hence 
the energy of one pound of superheated steam is given by the 
equation 

Au = q’+p+ - 0. 13] ( 2^ - T ,') . (4) 

Values of q' and p are given in the steam table and the 
proper value of (c^)^ may be found from the curves of Fig. 73. 

Example. Find the intrinsic energy of one pound of steam at a pres- 



137. Entropy. — From the general equation 
dq = CpdT~ A dp, 

7Q have 



ntroducing in this equation the expressions previously derived 
or Gp and (see Art. 133), the result is 


' m 


^dT+ Amnp(n + 1) (l + ^ ^2 - 


Amn 

ijjn+l 


(1 + ap')dp. 


( 2 ) 


rhis is necessarily an exact differential since s is a function of 
he state only. The integral is found to be 

s = «log, T+ ^T-AB\og.p- Anp{\ + ^:^^,+ s,. (8) 

nserting the known constants and passing to common loga- 
ithms, (3) becomes 

s = 0.8451 log T+ 0.0001 T- 0.2542 logp 

- p (1 + 0.0003 p) |-g- 0.3964. (4) 

n using (4), p is taken in pounds per square ineh, and 
og (7=13.64593. The constant 0.3964 is determined by 
)assing to the saturation limit, as was done in finding the 
lvalue of Iq. 

Equation (4) gives the entropy of one pound of superheated 
iteam at any given pressure and temperature. 

The entropy may also be found as follows. Let the point D 
^Fig. 74) represent the state of the fl.uid and assume OD 
;o be a constant pressure line cutting the saturation cuive 
It 0. Then 00^ gives the entropy s" of saturated steam 
it the same nressure as the superheated steam, and C^Di 
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1. Constant Pressure. Let superheated steam change state 
I constant pressure from an initial temperature to a final 
mperature t^. For the heat added we have 

= i, - i, =»(2i - Ti) + Tf) 

he external work is given by the relation 

W=X ^2 - ^i) =^(^2 - ^i) -mjy (1 + ajo) A . (2) 

_^2 -^1 - 

he change of energy may be found from the energy equation 
Wg — Ml = Jq— W, 

' independently by calculating from the general formula the 
lergies in the initial and final states. 

The change of entropy may be obtained, likewise, from the 
3neral equation for entropy or from the relation 

- 

The preceding equations apply to a unit weight of the 
lid. 

2. Constant Volume. If and denote, as before, the 
itial and final temperatures, respectively, we have from the 
laracteristic equation 

BTc s. m /'IN 

v + c = -^-(l + (^) 

JP 2 "^2 

om which p^ may be found. Having p^, and 2^, p,^, the 
itial and final values of the energy and entropy may be de- 
rmined from the general formulas. Since the external work 
zero, the heat added is equal to the increase of energy. 

3. Isothermal Pxvansion. Let the initial and final pressures 
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characteristic ec^^uation. For the change of entropy per unit 
weight we have from the general equation for entropy 

s, - 8, = 45 log, + |pi) - Pa (l + • (5) 

The heat added during the expansion i^er unit weight is 
therefore 

q=T(,,^-,,')=ABT log.a 

+ ^[^.(i + ^ft)-a(i + |ft)} (6) 

For the external work, taking dv from the characteristic equa- 
tion, we have 

= BT log ~ + If ; (.Pi - P^)' 

The change of energy may be found by combining ( 6 ) and ( 7 ) 
or from the general equation of energy. It is found to be 

= W-i’2^) • (8) 

It should be noted that in the case of superheated steam con- 
stant temperature does not, as with perfect gases, indicate con- 
stant intrinsic energy. 

4 . Adiabatic Change of State, For an adiabatic change the 
entropy remains constant ; lienee, for the relation between the 
final pressure pg temperature we have from the general 
equation for entropy 

« log, T,, + ST2-AB log,^2 - Anp^ (l + 

where (7 is a constant determined from the initial state. The 
pressure p^ is generally given ; therefore, we have the tran- 
scendental equation 

a log, T^ + p2(l + 2^2') ^ + AB logeP2 = (''■> (^) 


Having the initial and final values of p and the initial and 
nal values and of the intrinsic energy may be calculated, 
'he external work jper unit weight is then 

Tr= Wj — Wg. (10) 

In problems connected with the flow of steam the change of 
eat content resulting from an adiabatic expansion is required. 
?his difference is found by calculating from the general equation 
or the heat content the initial and final values and 

If the adiabatic expansion is carried far enough, the expansion 
ine, as DJE (Fig. 74), will cross the saturation curve s", and the 
tate-point will enter the region between the curves s' and s". 
Chis means that at the end of the expansion the fluid is a mix- 
ure of liquid and vapor. The investigation of this case presents 
10 difficulties. The entropy and energy at the initial point D 
,re calculated from the general equation. Knowing the pressure 
or the final state JE, the quality x is readily determined from 
he equation 

= V + (11) 

vhere denotes the entropy in the initial state. Having x, the 
snergy in the final state is calculated from the equation 

= J(p[2 oc.p^. ( 12 ) 

riien the external work per unit weight is given by the equation 
ir= Wj _ ^2 = '^1 - + ^ 2 ^ 2 )- 

Example. Steam at a pressure of 150 Ih. per square inch absolute and 
superheated 100° F. expands adiabatically to a pressure of 5 in. of mercury. 
Elequired the final condition of the fluid and the external work per pound; 
dso the pressure at which the steam becomes saturated. 

From the general equation the entropy in the initial state is found to be 
L.634:6. From the steam table we obtain for the final pressure s' = 0.1880, 

— 1.7170 ; hence 

T 1.6346 = 0.1880 + 1.7170 x, 

)r X = 0.8425. 

[n the initial state the energy in B. t. u. is 

= 918.1(0.2566 + 0.00005 x 918.1) - J-qUiCl + 0-00024 x 150) + 886.7 
= 1153.9 B. t. u. 


in the hnal state the energy is 

Au^ = 92 ' + = 101.7 + 0.8425 x 953.7 = 905.2. 

Hence, the external work per pound of steam is 

W=ui-U2= 778(1153.9 - 905.2) = 193,490 ft.-lb. 

The initial entropy 1.6346 is the entropy of saturated steam at a j)ressure of 
66.6 lb. per square inch. Hence the steam becomes saturated at this pressure. 


139. Approximate Equations for Adiabatic Change of State. — 

Exact calculations that involve adiabatic changes of superheated 
steam are tedious on account of the transcendental form of the 
.equation for entropy ; and it is therefore desirable to introduce 
simplifying approximations, provided the results obtained by 
them are sufficiently accurate. An investigation of a number 
of cases covering the range of values ordinarily used in the 
technical applications of superheated steam shows that a set of 
equations similar in form to the equations for a perfect gas 
may be obtained, and that the error involved in using these 
approximate equations does not in general exceed one or two 
per cent. 

The relation between pressure and volume during an adiabatic 
change may be represented approximately by the equation 

y (v + (?)” = const. (1) 

The value of c is taJcen the same as in formula (4), Art. 131, 
namely, c — 0.088. 

The value of n probably varies slightly with the initial pres- 
sure and with the degree of superheat ; however, it appears that 
the value n~ 1.31 gives quite accurate results for the range of 
pressure and superheat found in practice. If now we take the 
approximate characteristic equation 


p(y + c) = BT^ (Art. 132) 
we get by combining (1) and (2), 


T- ^ 




77—1 


( 2 ) 

( 3 ) 

( 4 ) 


or 



W= Cvdv= f ^ Pi + °) - ft 

Given the initial state of the fluid, the volume in the final 
3ate may be found from (1), the final temperature from (4), 
ud the external work from (5). 

Example. A pound of superheated steam at a pressure of 200 lb. per 
[uare inch and superheated 200° expands adiabatically to a pressure of 
) lb. per square inch. Required the final condition and the external work. 
The initial volume is found to be 2.973 cu. ft., and the initial entropy 
6657. Using the formrila for s (Art. 137), the final temperature is found 
r trial to be 752.5° absolute; and taking this value of T^, the exact value 
: the final volume is found to be 8.6S1 cu. ft. 

From (3), Art. 136, the energy in the initial state is found to be 1200.57 
. t. u., that in the final state 1098.82 B. t. u. ; hence the external work is 
'8 (1200.57 - 1098.82) = 79,262 ft.-lb. 

Taking the approximate formulas, we have 

1 _i_ 

^2 + c = (ui + c) (2.973 + 0.088) = 8.819; 

hence ua = 8.819 — 0.088 = 8.731 cu. ft. 

’■ = + g) - . 7?g . C^2 , + ., c) ^ (200 X 3.061 - 50 x 8.819) = 79,550 ft.-lb. 

n - 1 0.31 ^ ^ 

It will be seen that for practical purposes the results obtained from the 
iproximate equations are satisfactory as regards accuracy. 

140. Tables and Diagrams for Superheated Steam. — The lead- 
g properties of superheated steam — volume, entropy, and 
tal heat — for various pressures and degrees of superheat 
ive been calculated and tabulated by Marks and Davis and 
f Peabody. The values in the Marks and Davis tables are 
irived from specific heat curves that differ somewhat from the 
irves of Fig. 72, and they therefore differ from the values 
(tained from the equations of Arts. 135-137. However, 
roughout the range of ordinary practice, the difference does 
•t exceed one half of one per cent. 

The Marks and Davis tables are accompanied by graphical 
arts that may be used to great advantage in the approximate 
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3lution of niiinericcil problonis. Tho principtil cliait has the 
eat content i as ordinate and the entropy s as abscissa. The 



Entropy 



turated steam at various pressures. The region above this 
Lrve is the region of superheat, and the lines running approxi- 
ately parallel to the saturation curve are lines of constant 
igree of superheat. Below the saturation curve is the region 
wet steam, and the lines running parallel to the saturation 
irve are lines of constant quality. The lines that cross the 
turation curve obliquely are lines of constant pressure. 

The first conception of the heat content-entropy chart is 
.le to Dr. K. Mollier of Dresden, hence we shall refer to it as 
le Mollier chart. In addition to the chart published by 
'arks and Davis, one is contained in Stodola’s Steam Turbines 
id one in Thomas’ Steam Turbines. In the light of the 
icently acquired knowledge of the properties of saturated and 
iperheated steam, the Marks and Davis chart must be regarded 
j the most accurate. 

The Mollier chart may be used for the approximate solution 
; many problems that involve the properties of saturated and 
iperheated steam, and it is specially valuable in problems on 
le flow of steam. The following examples illustrate some of 
le uses of the chart : 

Ex, 1. Steam at a pressure of 150 lb. per square inch superheated 200° F. 
:pands adiabatically to a pressure of 3 lb. per square inch. 

The point representing the initial condition lies at the intersection of the 
instant-pressure line marked 150 and the line of 200° superheat. Locating 
lis point on the chart, it is found at the intersection of the lines i = 1300 
id s = 1.G87. Tlie heat content and entropy in the initial state are thus 
itermined. The line s = 1.687 intersects the constant-pressure cui’ve p = 3 
1 the line i = 1002 ; hence the heat content after adiabatic expansion is 
)02 B. t. u. The quality in the final state is found to be 0.88. 

Ex. 2, When steam is wire-drawn by flowing through a valve from a 
igiou of higher pressure Pito a region of lower pressure pa, the heat content 
imains constant. Steam at a pressure of 200 lb. per square inch and 
lality 0.95 flows into the atmosphere ; required the final condition of the 
earn. 

Drawing a line of constant-heat content from the initial point to the 
irve p = 14.7, it is found that the final point lies above the saturation curve 
id that the steam is superheated about 12° at exit. The entropy inci eases 
om s = 1.498 to s = 1.766. 

141. Siinerheated Ammonia and Sulphur Dioxide. Experi- 
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other than that of water is very scant, and oiir knowledge of 
such properties is accordingly imperfect. For superheated 
ammonia Ledoux has proposed the characteristic equation 

( 1 ) 

and this form has been accepted by Peabody, who derives the 
following values of the constants (English units) : 

^=99, (7=710, m = \. 

For sulphur dioxide Peabody uses the same equation with the 
constants : 

^ = 26.4, (7=184, TO = 0.22. 

According to Regnault the specific heat of superheated ammo- 
nia has the constant value 0.52. It is very likely that this 
specific heat is no more constant than that of superheated 
steam and that it varies with pressure and temperature. How- 
ever, experimental evidence on this point is lacking. Lorenz 
finds that for superheated sulphur dioxide — 0.329. 

The problem that most frequently arises in connection with 
the use of these fluids as refrigerating media is the determi- 
nation of the state of the superheated vapor after adiabatic 
compression. It may be assumed tliat the relation between 
pressures and temperatures for an adiabatic change follows 
approximately the law for jjerfect gases, namely: 


Zeuner found that for superheated steam the exponent 


in (2) is equal to the exponent m in the characteristic equation 
(1). Hence, using the values of to assumed by Peabody, Ave 
have : 

For ammonia n = — ^ = 1.333. 

1 — m 1 — 0.25 

1 ^ ocio 


1.333. 


For sulphur dioxide 7i = 


1.282. 


i-iura^ea yapor. juet Ji. ^rig. (d; represent; tne initial state, 
id B the final state after adiabatic compression. JEA and 
’B are constant-pressure curves. Denoting by TJ the satura- 


on temperature correspond- 
Lg to the pressure the 
Lcrease of entropy from B 
T 

) A is and the 

)tal entropy in the state A is 
s/' + c^log,^. 


ikewise, the entropy in the 
;ate B is 



Fig. 76. 


ince AB is an adiabatic, the entropies at A and B are equal, 
id therefore 

^ = ^2 + Gp loge • (3) 

1 this equation s-l\ and TJ' are tabular values corre- 

londing to the given pressures and and is given, 
[ence, is the only unknown quantity. 


EXERCISES 

1. Calculate by Eq. (2), (4), and (6), respectively, of Art. 132 the vol- 
ne of one pound of superheated steam at a pressure of 180 lb. per square 
.ch and a temperature of 430° F. Compare the results, 

2. If the products pv are plotted as ordinates with the pressures p as 
)scissas, show the general form of the isothermals T = C when Eq. (3), 
rt. 132 is used ; when Eq. (6) is used. 

3. For ammonia, Peabody gives the following equations for the latent 
jat of vaporization : r = 540 - 0.8 (t - 32). If at the critical temperature 
= 0, find tc for ammonia by means of this formula and compare with the 
due of tg given in Art. 129. Explain the discrepancy. 

4. Following the method of Art. 133, deduce an equation for Cp, using 
le approximate equation (5), Art. 132 ; also using C alien dar’s equation (8), 

5. By means of Eq. (3), Art, 132, calculate the specific volume of satu- 
led steam at the following pressiues : 5 in. Hg,, 20, 50, 150 lb, per square 


incn. use Ulie 4.4.*. vvw^y*x^, 

pare the results -with the values of v" given in the table. 

6. Calculate the mean specific heat of superheated steam at a pressure 
of 140 lb. per square inch between saturation and 250° superheat. Compare 
the result with the curves of Fig. 73. 

7. Using the mean specific heat curves, Fig. 73, find the heat content 
and energy of one pound of superheated steam at a pressure of 85 lb. per 
square inch and a temperature of 430° F. 

8 . A pound of saturated steam at a pres.sure of 120 lb. per square inch 
is superheated at constant pressure to a temperature of 386° F. Find the 
heat added, the external work, and the increase of energy. 

9. The steam after superheating expands adiabatically until it again be- 
comes saturated. Find the pressure at the end of expansion and the 
external work. 

10. The following empirical equation has been proposed for the value 
of Cp very close to the saturation limit : 

(c^)«,t=0.41-h^--~.^-~--, 

in which U is the critical temperature, 689° F., and is the saturation tem- 
perature corresponding to an assumed pressure. Using the curves of 
Fig. 72, calculate the value C for several assumed pressures, and thus test 
the validity of the formula for these curves. 

11. The following equation has also been proposed for the value of Cp 
at saturation : (6‘j,)Bat = a -I- ht^. Test this equation, and if it holds good 
within reasonable limits determine the constants a and 5. 

12. In the initial state 6.4 cu. ft. of superheated steam has a temperature 
of 420° F. and is at a pressure of 160 lb. per square inch. By the approxi- 
mate equations of Art. 139 find the temperature and volume after adiabatic 
expansion to a pressure of 80 lb. per square inch ; also the work of expansion. 

13 . Assume for the initial state of superheated steam j9j = 80 lb. per 
square inch, = 20 cu. ft., = 350° F. Plot the successive pressures and 
volumes for an isothermal expansion to a pressure of 30 lb. per square inch. 
Compare the expansion curve with the isothermal of air under the same 
conditions. 

14 . With the data of Ex. 13 find the external work, heat added, and 
change of energy (a) for the superheated steam ; (5) for air. 
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CHAPTER XII 


MIXTURES OF GASES AND VAPORS 

142. Moisture in the Atmosphere. — Becauso of evai^oration 
of Avater from the earth’s surface, atmospheric air always con- 
tains a certain amount of water vapor mixed with it. The 
weight of the vapor relative to the weight of the air is slight 
even when the vapor is saturated. Nevertheless, the moisture 
in air influences in a considerable degree the performance of 
air compressors, air refrigerating inacliines, and internal com- 
bustion motors ; and in an accurate investigation of those ma- 
chines the medium must be considered not dry air but rather a 
mixture of air and vapor. The study of air and vapor mixtures 
is also important in meteorology and especially in problems 
relating to heating and ventilation. Finally, it has been pro- 
posed to use a mixture of air witli high-pressure steam as tlie 
working medium for heat engines, and the analysis of the action 
of an engine working under this condition demands a special 
investigation of air and steam mixtures. 

Experiment has shown that Dalton’s law holds good within 
permissible limits for a mixture of gas and vapor. The gas has 
the pressure p’ that it would have if the vapor were not present, 
and the vapor has the pressure p" that it would have if the gas 
were not present. The pressure of the mixture is 

p=p’+p". (1) 

If the vapor is saturated, the temperature t of the mixture must 
be the saturation temperature corresponding to the pressure 
p" . If the temperature is liigher than this, the vapor must be 
superheated. 

The water vapor in the atmospliere is usually superheated. 
Let point A, Fig. 77, represent the state of tlie vapor, and let 
AS be a constant Dressurn ('■.nTVR f.Tia u-ifm-nfirm p.nrvP, 
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b B. Further, let m denote the weight per cubic foot of the 
apor in the state -4, and the weight per cubic foot of satu- 
%ted vapor at the same temperature, that is, in the state 0. 

'he ratio — is called the humidity of the air under the given 

onditions. If the mixture of air and vapor is cooled at constant 
ressure, the vapor will follow the 
ath AB and at B it will become ^ 
rturated. Upon further cooling 
3me of the vapor will condense, 
die temperature at which con- 
ensation begins is called the dew 
oint corresponding to the state A. 

The humidity may be expressed 
pproximately in terms of pressures. 

^et pj' denote the pressure of the 
apor in the state A and the 
ressure of saturated vapor at the 
ime temperature, hence in the state represented by Q. At the 
3w pressures under consideration we may assume that the vapor 
illows the gas law pV— MBT. Hence, taking F= 1, we have 

Pa = Pb = mBT, 

nd pJ'=7n^BT. 



Fig. 77. 


'herefore, denoting the humidity by (^, we have 


m pf," 

m^~ pj’’ 


( 2 ) 


'hat is, the humidity is the ratio of the pressure corresponding 
1 the dew point to the saturation pressure corresponding to 
le temperature of the mixture. 

For investigations that involve hygrometric conditions, the 
ata ordinarily required may be found in table II, page 319. 


At 70° the saturation pressure is, irom tame xi, v.hio incnes oi iig, 
while at 52° the saturation pressure is 0.13905 inches of Hg. The humidity 


is therefore 


0.3905 

0.738 


0.529. 


If the air were saturated at 70°, it would contain 8.017 grains of vapor i)er 
cubic foot. Hence with 52.9 per cent humidity the weight of vapor per 
cubic foot is 


8.017 X 0.529 = 4;.211 grains. 


Example 2. Atmospheric air has a temperature of 90° F. and a humidity 
of 80 per cent. It is required that air be furnished to a building at 70° F. 
and with 10 per cent humidity. 

From table IT, the pressure of saturated vapor at 70° is 0.738 inches 
of Hg; hence from (2) the pressure corresponding to the dew point is 
0.40 X 0.738 = 0.2952 inches of Ilg, and the dew point is 44.5°. In the initial 
state one cubic foot of air contains 0.80 x 14.85 = 11.88 grains of vapor. 
The air is cooled to 44.5° by luoper refrigerating apparatus and in this state 

contains 3.39 x = 3.11 grains, the difference 11.88 — 3.11 = 8.77 

459.6 + 90 ^ 

grains being condensed. The air freed from the condensed vapor is now 
heated to the required temperature, 70°. 


143. Constants for Moist Air. — The constants Cj,, 
etc., given in Chapter VII apply only to dry air. For air 
containing water vapor the .constants must bo changed some- 
what, the magnitude of the change depending, of coui'vse, upon 
the relative weight of vapor present. 

An expression for the constant B of the mixture may be 
obtained by the following method. Lot the volume V contain 
lb. of air at the pressure jp' and lb. of water vapor at 
the pressure ’p” . Then assuming that the gas law may be 
applied to the vapor, we have 



(1) 


(2) 

whence — 

p' B, 

( 3 ) 

Let ^ = z, and ^ = g ; then from (S') 

Ml Bi 



( 4 ) 



hence 


n 6Z f 

P -PrT~z^ P ^P 


(5) 


1 + ez 1 + ez 

adding the members of (1) and (2), we obtain 

= M^B^(l + ez-)T 

'he constant B^ of the mixture is, however, given hj the 
^[uation 

pV^CM^ + M^^B^P. (7) 

[ence, comparing (6) and (7), we have 

Taking the molecular weight of water vapor as 18, we have 

A = ^=85.72, 

^^ 85.72 


( 6 ) 


id 


B^ 53.34 


1.61. 


Example. Find the value of B for air at 90'^ F. completely saturated 
Lth water vapor. The pressure of the mixture is 14.7 lb. per square inch. 
From the table the jpressure p" of the vapor is 0.691 lb. per square inch ; 
erefore the pressure/)' of the air is 14.7 — 0.691 = 14.009 lb. per square 


14.7 

14.009 


1.0493, ez = 0.0493, and z = 


0.0493 

1.61 


ch. From (5), 1 + ez = ^ 

P' 

1 0493 

0.0306. Therefore, = 53.34 x = 54.31. 

1.0306 

The specific heat of the mixture is found by applying the 
w deduced in Art. 83. If cj and cj' denote respectively 
e specific heats of the air and steam, then the specific heat of 
e mixture is given by the equation 

cj + zcj' _ 

1+^ 

Example. Taking Cp for air as 0.24, and for steam at 90° as 0.43, the 
ecific heat of the mixture given in the preceding example is 

0.24 + 0.0306 X 0.43 ^ 0.2456. 


(9) 


144. Mixture of Wet Steam and Air. — In a given volume V 
let there be lb. of air and lb. of saturated vapor mixture 
of quality x. The absolute temperature of the entire mixture 
is T, and the total pressure p. The pressure p is the sum of 
the partial pressures p' and p" of the air and steam, respec- 
tively. This follows from Dalton’s law, which whithin reason- 
able limits holds good for the case under consideration. We 
have then 

pf + p" = p, ( 1 ) 

p^V^M^BT, (T) 

V — M^\x(v" — + v'"], (3) 

where, as usual, and v’ denote, respectively, the specific 
volumes of steam and water at the saturation temperature T, 

The energy of the mixture is the sum of the energies of the 
two constituents ; hence, we have 

AU = Qq - 1 - xp) - 1 - ( 4 ) 

Likewise, the entropy of the mixture is 

S = log, T+ {e, - O log, F] + TIf, ( s' + ^) + (5) 

By means of these equations various changes of state may be 
investigated. 

145. Isothermal Change of State. — Since remains constant. 


we have from (4) 

^2 ^i) “ Cl) 

and from (5) 

+ ( 2 ) 
Hence, the heat added is given by the equation 

Q = TQS^ - Si) = MiABTlog.^ + lify(x^ - x^). ( 8 ) 

The external work is 

■W=JQ-iU^-Ui)= MiBTlog, ^ p) (*, - x^) 



( 5 ) 


■ neglecting the small water volume v', 
hile in the initial state 


ence, combining (5) and (6), 
^2 = -^^r 


( 6 ) 

( 7 ) 


From (7) it appears that isothermal expansion is accompanied 
" an increase of the quality z, that is, by evaporation, while 
^thermal compression involves condensation. 


146. Adiabatic Change of State. — In the case of an adiabatic 
ange the final total pressure usually given. Assuming 
at the steam in the mixture does not become superheated, 
e final temperature of the mixture must be the saturation 
cnperature corresponding to the partial pressure of the 
jam. The determination of the final state of the mixture 
i^olves the determination of two unknown quantities ; namely, 
3 partial pressure p^' and the quality z^ of the saturated 
por. Hence two relations are required. One is given by 
3 condition that the entropy of the mixture shall remain 
astant during the change, the other by the condition that 
3 final volume may be considered as occupied by each 
istituent of the mixture independently of the other. 

[n the application of the first condition it is convenient to 
3 an expression for the entropy of the mixture of a form 
ferent from that given by (5), Art. 144. In terms of the 
operature and pressure, the entropy of a unit weight of air 
^iven by the expression 

s = Cp log, T-AB logep + Sq ; 
ice for the mixture we have 

S'=7Ifi(<;,log. T -AB log. + + (1) 




IVJLX-^X \JX' vjXJLkJAiiM XJLXI 


T J.XJU \yJL\ 


• ^XjL 


As the constant Sq disappears when the difference of entropy 
between two states is taken, it may be ignored in the calculation. 

Let jSj^ denote the entropy in the initial state. Then since 
the entropy remains constant, we have 

In Eq. ( 2 ), S^, ili^, M.^, and the coefficients Cj, and AB are 
known, as is the final total pressure p^- The partial pressures 
P2' and p^', the quality and temperature are unknown. 
However, depends upon p^\ and p^ is found from the 
relation p^' + P2" =■ P2 when p^' is determined. Denoting the 
final volume by F^, we have 


Vo 




whence 


Xo = 


Pi 
M,BT, 


SL.. 


/,y U 


Inserting this expression for x^^ in ( 2 ), we have finally 
{Cp log« — AB logj, p^') + -^2 ^ V + ^ 


( 3 ) 

( 4 ) 


In this equation p^ is the only unknown. The solution is 
most easily effected by assuming several values of p^’ and 
calculating for these the values of the second member. These 
calculated values are then plotted as ordinates with tlie corre- 
sponding values of p^' as abscissas and the intersection of the 
curve thus obtained with the line = const, gives the desired 
value oip2‘ 

The external work of expansion or compression is equal to 
the change of energy. Hence, using the general expression 
for the energy of the mixture, we have 


Example. In a compressor cylinder suppose water to be injected at the 
beginning of compression in such a manner that the weight of water and 
water vapor is just equal to the weight of the air. Let the pressure of the 
mixture be normal atmospheric pi'essure 20.92 in. of mercury, and let the 
temperature be 79.1° F. The mixture is compressed to a pressure of 120 lb. 


iug to 79.1° is 1 in. Ilg, hence the partial pressure of the air is 28.92 in. Hg. 
The initial quality is found from the relation 


whence 


Xi 


Px' 

53.34 X 538.7 


_ MxBTi 

M^Pi’vi" 28.92 X 0.4912 x 144 x 656.7 


: 0.0214. 


The factor 0.4912 x 144 is used to reduce pressure in inches of mercury to 
pounds per square foot. 

For l.he entroj)y of the mixture we obtain from (1) (neglecting the con- 
stant So) 

Si = 0.24 log, 538.7 - 0.0686 loge (28.92 x 0.4912) -1-0.0916-1-0.0214 x 1.9482 
= 1.4587. 


Since the ratio of the final to the initial pressure of the mixture is 



we assume that the pressure pi" of the vapor after compression will be 
apin-oximately 8 times the initial pressure pi". Hence we assume p^" — 7, 
8, and 9 in. of mercury, respectively, and calculate the corresponding values 
of the second member of (2) . Some of the details of the calculation are 
given. 


Fkom Steam Table 


pi' (in.Hg) 

V " - 17 ’ 

P 2 - Pi 

^2 

2^2 

Si 

^2 

vi' 

7 

sq. 

3.43 

m. 

116.57 

146.9 

606.5 

0.2097 

1011.1 

104.4 

8 

3.92 

116.08 

152.3 

611.9 

0.2186 

1007.9 

92.18 

9 

4.41 

115.59 

157.1 

616.7 

0.2265 

1005.0 

82.57 


Pi' Cplo^T^ AB\o^ p^< 

7 1.5378 0.3264 

8 1.5400 0.3262 

9 1.5418 0.3259 


Pi ^'2 

0.0308 1.4519 ] 

0.0349 1.4673 I Kesults 

0.0300 1.4814] 


The pressure yja" that gives the value S — 1.4587 lies between 7 and 8 in. Hg 
and by the graphical method or by interpolation we find pA' = 7.44 in. Hg, 
or 2h'’ = 3.65 lb. per square inch. Therefore p^' = 120 — 3.65 = 116.35 lb. 
per square inch. From the steam table the following values are found for 
the pressure p^" = 7.44 in. Hg : t« = 149.3, Ti — 608.9, q^’ = 117.3, = 1000.4, 

p 2 = 942.8, ^ 2 " = 99. The final quality is 


X 2 = 


BT2 

Pi'vz" 


53.,34 X 608.9 
116.35 X 144 X 99 


0.01958. 


The external work per pound of air is 

W= ,/[0.17(149.3 - 79.1) -t- 117.3 - 47.2 -h 0.0214 x 989.8 - 0.01958 x 942.8] 
= 61566 ft. lb. 
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The volume of the mixture at the end of compression is 


P2' 


mM X 608.fl 
110.;35 X PM 


= 1.083G cu. 


ft., 


and the work of expulsion is therefore 

1.9380 X 120 X 144 = 33498 ft. lb. 


Hence, the work of compression and expulsion is 950(34 ft. lb. 

The effect of injecting water into a compressor cylinder may be shown 
by a comparison of the result just obtained with the work of compressing 
and expelling 1 lb. of dry air under the same conditions. 

The initial volume of 1 lb of air is --^1--— = 13.574 cu. ft. 

14.7 X 144 


The final volume after adiabatic compre.ssion to 120 lb. per square inch is 

A 

13.574 = 3.029(3 cu. ft. 

V 120 J 

The work of compression is 


^(14.7 X 13.574 - 120 x 3.029(3) = 59044 ft. lb., 


the work of expulsion is 3.0290 x 120 x 144 = 523350 ft. lb., and the sum is 
111394 ft. lb. The effect of water injection is therefore to reduce the 
volume and temperature at the end of compression and the work of com- 
pression and expulsion. The reduction of work in this case is about 17 
per cent. 

147. Mixture of Air with High-pressure Steam. — In the pre- 
ceding articles, we have dealt with mixtures of steam and air 
in which the pressure of the vapor content was small. The 
suggestion has been made that a mixture of air at relatively 
high temperature and pressure mixed with steam either super- 
heated, saturated, or with a slight amount of moisture he used 
as a medium for heat engines. An analysis of the action of 
such a medium in a motor demands in the linst place a discussion 
of the process of mixing, afterwards a discussion of the change 
of state of the mixture. 

Let lb. of air compressed to a pressure and having a 
temperature be mixed with lb. of wet steam having a 
nressure and nnalifiv o- Tb o forriTvovnfm'O T nf Gta Rt.p.am 


g the air into a receiver which contains steam, or vice versa, 
nee under these conditions the pressure of the mixture can- 
it be raised above the pressure of the constituents, the volume 
the mixture cannot be taken as the original volume of 
e air. We assume, on the other hand, that the conditions 
e such that the volume of the resulting mixture is the sum 
the volumes of the constituents ; that is, 

v=r, + v,. ( 1 ) 

s a second condition, the internal energy of the mixture is 
ual to the sum of the energies of the constitutents ; hence 
e have the equation of condition 

U=U,+ U,. ( 2 ) 

Let T denote the temperature after mixing p' the partial pres- 
.re of the air and p'^ the partial pressure of the steam. Then, 
•ovided the steam does not become superheated, the tempera- 
.re T must be the saturation temperature corresponding to the 
•essure p". 

The following relations are readily obtained. 



' since the quality is nearly 1, 

V= M^xv", (6) 

pi 

here x denotes the quality after mixing, and v” is the specific 
)lume of steam corresponding to the pressure p” . 

U^ = M^c,T^. . ( 6 ) 

U=M^e,T+M^{q' + xp-). (8) 

com (2) we have 

+ xo^ = + MJqJ + 


( 9 ) 


jr lH-iBT-i I Tt/f jj 

Y = — J 1 4- M^x^v" . 

Pi 


Having V calculated from (10), we obtain from (5) 

V 


( 10 ) 


(11) 


and this expression for x substituted in (9) gives finally 

^ l + + ii'2P2) • (12) 


In (12) the second member is known from the initial condi- 
tions. In the first member q\ p, and v" are dependent on Ti 
hence T is the one unknown. As usual, the solution is ob- 
tained by taking various values of T and plotting the resulting 
values of the first member of (12). 


Examplk. Let 1 lb. of wet steam, quality 0.85, at a pre.ssure of 200 lb. 
per square inch, be mixed with 2 lb. of air at a iwessuro of 220 lb. per 
square inch and a temperature of 400'^. lle(iuired the condition of the 
mixture. 

From the data given, the following values are readily found : 

7i = 2.895 cu. ft. ; V 2 = 1.918 cu. ft. ; 7 = 2.895 + 1.918 = 1.813 cu. ft. 
U= = 1273.8 B.t.u. 

Equation (12) becomes 

0.31 r + 0 ' + 1.813 A = 1273.8. 

v" 

We now assume for p" the values 50, 75, and 100 lb. per square inch; 
from the tables we find the corresponding values of q', p, v", and T, and 
calculate the values of tlie first member. Tlie results are : 

For p" = 50, OSlB.tu. 

y'= 75, 1222.3 B.t.u. 
y' = 100, ll51B.t.u. 

Plotting these results, we find p” = 81 lb. per square inch very nearly. The 
temperature of the mixture is therefore 313° F. and the quality of the 
• 1.813 

steam is x = - = 0.897. (5.1 is the specific volume v" corresponding to 

a pressure of 81 lb.) The partial pi'essure p' of the air is found from 
(5) to be 130 lb. per square inch. Hence the pressure of the mixture is 
130 + 81 = 211 lb. per square inch. 


XU la aecu uiicuu, iia un« iBBUiu mixing, line lempevature is considerably 
vered, the pressure takes a value between px and pz, and the quality of 
3 steam is increased. 

If the steam is initially superheated, the preceding equations 
ast be modified by inserting for and XT^ the appropriate 
pressions for the volume and energy, respectively, of super- 
ated steam. To reduce as far as possible the complication 
the formulas we shall take the approximate equation (5), 
rt. 132, for the volume. We have then 

= = A (18) 

\ P’1 J 

ae constant B is written with a prime merely to distinguish 
from the constant for air. The intrinsic energy of the steam 
given by Eq. (2), Art. 136. This equation can be simplified 
Lth a small sacrifice of accuracy by dropping the term con- 
ining a. The modified equation then takes the form 

An = T(e. + /T) - -^5 + 886. 7, (14) 


■which e = 0.2566, /= 0.00005, and log (7= 13.64598. 

From (6) and (14) the energies of the constituents before 
ixing can be calculated, and the sum of these gives the 
lergy TJ of the mixture. We have then as one equation of 
ndition 

M^c,T + + fT)-%+ 886.7] =AU. (15) 


nee p" and T are here independent, there are two unknowns 
id a second condition is required. From (3) and (13) the 
itial volumes Fj and Fg are found and the sum gives the 
durne F of the mixture. Then 


F 




n 

P 




+ 



(16) 


mm (15) and (16) the unknowns p” and T can be found. 
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Example. Let 5 lb. of air at 60° F. be compressed adiabatically from 
atmosplierio pressure to a pressure of 200 lb. per square inch and mixed 
with 1 lb. of steam at 200 lb. per square inch superheated 100°. The con- 
dition of the mixture is required. 

The temperature of the air after compression 

= 610.0 =1095". 

VM.7/ 

The saturation temperature of steam at 200 lb. per square inch is -381.8° F ; 
hence T^, = 381.8 + 100 + 459.0 = 941.4°. The energy of the air is 

5 X 0.17 X 1095 = 930.75 B.t.u. 

and that of the steam is, from (14), 

941.4 (0.2566 -I- 0.00005 x 941.4)- -I- 886.7 = 1160.0 B. t. u. 

^ 941.4® 


Hence A(U^ + Ui)=: AU = 9-30.75 -h 1160.0 = 2001.35. B. t. u. 

We have then from (15). 

0.85 r-t- r(0.2566 -f 0.00005 T)-Qj^ = 1204.65. 

To derive an expression for the partial pressure p" the total volume V must 
be found. Before mixing, the volume of the air is 

y 5 j<!|34 , =< 1095 ^ 

‘ py 144 X 200 ’ 

and the volume of the steam is 


Fa: 


P2 


0.5962 X 941.4 
200 


- 0.256 = 2.55 cu. ft. 


Hence 


V= 10.14 -t- 2.55 = 12.69 cu. ft. 


After mixing the superheated steam at the i^artial pressure p^’ and tem- 
perature T occupies this volume ; lienee, we have (since il/o z= 1) 


p" = 


B'T _ 0.5962 r 

V+c 12.69-1-0.256' 


Introducing this expression for p" in the term that term becomes 


pi’ 


where log C — 12.30019. The equation in T then becomes 
- C 



T 

1.1066 T 

0.00005 

Cl 

Sum 




pi 

1000 

1106.6 

50. 

2.04 

1154.56 

1050 

1161.93 

55.13 

1.68 

1215.38 

1100 

1217.26 

60.5 

1.39 

1276.37 


By interpolation it is readily found that T= 1041°. The pressure of the 
lam is 

,, 0.5962 X 1041 nA • i, 

p — - — - ; = 47.94 lb. per square inch, 


lile the pressure of the air is 


P' 


53.34 X 1041 X 5 
144 X 12.69 


= 151.93 lb. 


per square inch. 


lerefore p =p' = 199.9 lb. per square inch. 

The total pressure p should evidently be 200 lb. per square inch ; hence 
} result may be regarded as a check on the calculation. 

Having now the initial condition of the mixture, the condi- 
)n after adiabatic expansion to any assumed lower pressure 
d the work of expansion may be found by the methods of 
:t. 146. 

The discussions of Arts. 146 and 14T furnish the necessary 
nations for the analysis of the action of a motor that uses a 
xture of air and steam as its working fluid. 


EXERCISES 

1 . Find the humidity and the weight of vapor per cubic foot when the 
aperature is 85° and the dew point is 70°. 

2. The humidity is 0.60 when the atmospheric temperature is 74° F. 
id the dew point. 

3 . Find the value of B for air at 80° with 70 per cent humidity. Find 
□ the specified heat Cp of the mixture. 

4 . A mixture of air and wet steam has a volume of 3 cu. ft. and the 
fiperature is 240° F. The weight of the air present is 1 lb., that of the 
am and water 0.4 lb. Find the partial pressures of the air and vapor, the 
al pressure of the mixture, and the quality of the steam. 

5 . Let the mixture in Ex. 4 expand isothermally to a volume of 5 cu. ft. 
id the external work, the heat added, the change of entropy, and the 
inge of energy. 

6 . Let the mixture expand adiabatically to a volume of 5 cu. ft. Find 
! condition of the mixture after exnansion, and the external work. 


7. Let 1 lb. of steam, quality 0.87, at a pressure of 150 lb. per square 
inch, be mixed with i lb. of air at a pressure of 100 lb. per square inch and 
a temperature of 340'’ F. Find the condition of the mixture. 

8 . Let the mixture in Ex. 7 expand adiabaticaJly to a 2 ^res.sure of 40 lb. 
per square inch. Determine the final state of the mixture and calculate tlie 
work of expansion. 

9. Let 1 lb. of steam at a pressure of 150 lb. jier squarci incli and super- 
heated 140° be mixed with 6 lb. of air at a pressure of 100 lb. jier square 
inch and a temperature of 340° F. Find the condition of the mixture. 

10 . Let the mixture in Ex. 9 expand adiabatically until tlie pressure 
drops to 14.7 lb. per square inch. Required tlie final state of the mixture 
and the work of expansion. 
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THE FLOW OF FLUIDS ' ' 

148. Preliminary Statement. — Under the title “flow of 
fluids ” are included all motions of fluids that progress continu- 
ously in one direction, as distinguished from the oscillating 
motions that characterize waves of various kinds. Important 
examples of the flow of elastic fluids are the following : (1) The 
flow in long pipes or mains, as in the transmission of illuminat- 
ing gas or of compressed air. (2) The flow through moving 
channels, as in the centrifugal fan. (3) The flow through 
orifices and tubes or nozzles. The recent development of the 
steam turbine has made especially important a study of the last 
case, namely, the flow of steam through orifices and nozzles, 
and it is with this problem that we shall be chiefly concerned 
in the present chapter. 

Of the early investigators in the field under discussion, 
mention may be made of Daniel Bernoulli (1788), Navier (1829), 
and of de Saint Venant and Wantzel (1839). The latter de- 
duced the rational formulas that to-day lie at the foundation of 
the theory of flow ; they further stated correctly conditions for 
maximum discharge, and advanced certain hypotheses regard- 
ing the pressure in the flowing jet which were at the time dis- 
puted but which have since been proved valid. 

Extensive and important experiments on the flow of air were 
made by Weisbach (1865), Zeuuer (1871), Fleigner (1874 and 
1877), and Him (1844). These served to verify theory and 
afforded data for the determination of friction coefficients. In 
1897 Zeuner made another series of experiments on the flow of 
air through well-rounded orifices. 

Experiments on the flow of steam were made by Napier 
(1866), Zeuner (1870), Rosenhain (1900), Rateau (1900), 
Gutermuth and Blaess (1902, 1904). 
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Most of the experimental worx nere nuteu 
flow of fluids through simple orifices or through short con- 
vergent tubes. The more complicated relations between yeloc- 
ity, pressure, and sectional area that obtain for flow throug i 
relatively long diverging nozzles have been investipited experi- 
mentally by Stodola, while the theory has been developed by 
H. Lorenz and Prandtl. The flow of steam through turbine 
nozzles has also been discussed by Zouiici. 

149. Assumptions. —In order to simplify the analysis of 
fluid flow and render possible the derivation of fundamental 
equations, certain assumptions and hypotheses must necessarily 

be made. ... 

1. It is assumed that the fluid particles move in non-inter- 
secting curves — stream lines — which in the case of a prismatic 

channel may be considered paral- 
lel to the axis of the channel. 
We may imagine surfaces 
stretched across the channel, as 
Jf, .F, etc., Fig. 18, to which 
the stream lines are normal. These are the cross sections 
of the channel. They are not necessarily plane surfaces, but 
they may usually be so assumed witli suflicient accuracy. 

2. The fluid, being elastic, is assumed to fill the channel 

completely. From this assumption follows the equ,ation of con- 
tinuity, namely ; „ /n 

Fw = Mu, 



FiQ. 78. 


in which F denotes the area of cross section, w the mean veloc- 
ity of flow across the section, 3£ the weight of fluid passing in 
a unit of time, and v the specific volume. 

3. It is assumed that the motion is steady. The variables 
p, V, jT giving the state of the fluid and also the mean velocity 
w remain constant at any cross section F ; in other words, these 
variables are independent of the time and depend only upon the 
position of the cross section. 

150. Fundamental Equations. — The general theory of flow of 

elastic fluids is based upon two fundamental equations, which 
n.rp. dp.rived hv annlvinEr the T)rincii)le of conservation of 


energy to an elementary mass of fluid moving in the tube or 
channel. 

Let denote the velocity with which the fluid crosses a 
section of a horizontal tube, Fig. 79, and w the velocity at 
some second section F. A unit weight of the fluid at section 

tv ^ 

F^ has the kinetic energy of motion ^ due to the velocity ; 


hence if is the intrinsic energy of the fluid at this section, the 
tv ^ 

total energy is Likewise, the energy of a unit weight 


of fluid at section F is, In general, the total energy at 


2 


section F is different from that at section F^ and the change of 
energy between the sections must arise : (1) from energy 
entering or leaving the fluid in 
the form of heat during the 
passage from F-^to F (2) from 
work done on or by the fluid. 

The heat entering the fluid per 
unit of weight between the two 


\F, 

F' 

F 

i 

i 

I 

i 

1 

1 

I 

! 

1 — I 


Fig. 79. 


sections we will denote by q. Evidently work must be done 
against the frictional resistance between the fluid and tube ; let 
this work per unit weight of fluid be denoted by z. The heat 
equivalent Az necessarily enters the floAving fluid along with 
the heat q from the outside. Aside from the friction work, the 
only source of external work is at the sections jPj and F. As 
a unit weight of fluid passes section a unit weight also passes 
section F. Denoting by and Vj the pressure and specific 
volume, respectively, at the work done on a unit weight of 
fluid in forcing it across section F^ is the product p-^v ^ ; simi- 
larly, the product pv gives the work done hy a unit weight of 
fluid at section F on the fluid preceding it. For each unit 
weight flowing the net work received at the section F-^ and F is, 
therefore, ^ y _ pv. 


Equating the change of energy between F-^ and F to the energy 
received from external sources, we obtain 



or 


( 1 ) 


= Jii + (Wj + ™ (^4 + l)v') . 


This is the first fundamental equation. 

It will he observed that the friction work z drops out of tlie 
equation; the effect of friction is to alter tiic distribution 


between internal energy w and kinetic energy 
leaving the sum total unchanged. 
Differentiation of (1) gives 


at section ifi 


+ du + dQpv') = Jdq, 


( 2 ) 


a form of the fundamental equation that is useful in subsequent 
analysis. 

Equation (1), as is apparent, takes account only of initial 
conditions at section and final conditions at section jP, and 
gives no information of anything that occurs between these 
sections. A second fundamental equation taking account of 
internal phenomena between the two sections is derived as fol- 
lows. Consider a lamina of the fluid moving along the channel. 
This element receives from external sources the lieat dq and 
also the heat Adz, the equivalent of the work done against 
frictional resistances. Independently of its motion, the lamina 
of fiuid may increase in volume and tliereby do external work 
against the surrounding fluid, and its internal energy may 
increase. According to the first law wo have, therefore, 


J (dq + Adz') = da -\-pd,v. (3) 

The first member represents the energy entering the lamina 
during the passage from to F, dtt, is the increase of energy, 
and the external work done. Combining (3) with (2), we 
get 

-H vdj) -1- dz = 0, (d) 

9 

whence by integration we obtain 
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The fundamental equations (1) and (5), or the equivalent dif- 
ferential equations (2) and (4), are perfectly general and hold 
equally well for gases, vapors, and liquids. 


151. Special Forms of the Fundamental Equation. — In nearly 
all cases of flow the heat entering or leaving the fluid is so 
small as to he negligible, and we may, therefore, assume that 
2 ' = 0. The sum u+pv will be recognized as the work equiva- 
lent of the heat content i ; that is. 


u -\-pv = Ji. (See Art. 52.) 

Equation (1) of Art. 150 may, therefore, be written in the form 

( 1 ) 

For a perfect gas 


Ji == u +pv = 


h 




whence, 


m2 _ ,,, 2 h X V 

-L = {p^v^ -pv'). 


W‘‘ — w^ 


2g 


k-1 


( 2 ) 

( 3 ) 


If the fluid is a mixture of liquid and saturated vapor, the 
heat content i is practically equal to the total heat. (See 
Art. 86.) Hence we may put 

and (1) becomes 

VLs'Jf’ l. — J [2j' -1- — ( 2 ' + a:r)] . (5) 

For a superheated vapor, the general form (1) is used, the 
values of and i being calculated from formula (6), Art. 135. 

Equations (3) and (5) being derived from the first funda- 
mental equation hold equally well for frictionless flow and for 
flow with friction. 


152. Graphical Representation. — A consideration of the 
fundamental equations developed in Art. 150 leads to several 
convenient and instructive graphical representations, in which 




ji?-axis is given by 
vdp = — 

In tlio case of frictionless 
flow, liowevor, tlie second 
fundamental equation [(5), 
Art. 150] becomes 



Hence for frictionless flow, tlie increase of kinetic energy is 
given by tlie area between the jo-axis and the. curve representing 
the expansion. 

2. If the flowing fluid is a saturated vapor of given quality, 
the representation just given applies but tlie equation of the 


expansion line AB must be 
expressed in the form pv^ = 
const. It is, therefore, more 
convenient to use the tem- 
perature T and entropy B as 
coordinates. If the flow is 
frictionless and adiabatic, 
the expansion curve AB is 
the vertical isentropic. Fig. 
81. The area OffCAA^ rep- 
resents the total heat of the 
mixture in the initial state A, 
and the area OHJDBA^ the 
total heat in the final state B ; 



Fig. 81. 


hence the difference of these areas, namely, the area ABBO, 
represents the difference q^' -j- — (^q' + .-rr), and from (5), 



Art. 151, this area, therefore, represents the increase of energy 

If the initial point is at A' in the superheated region, we 
have 

= area OSQAA'A^, 
i = area OSDB' A^\ 

^l-^ = a^ea A'B'DOAA’. 

3. The work z expended in overcoming friction may be 
shown on either the pv- or the ^/S'-plane. When friction is 
taken into account, the heat Az, the equivalent of the friction 
work s, reenters the fluid, and consequently the heat content i 
and the volume v are both greater at the lower pressure p 
than they would be were there no friction. Hence the expan- 
sion curve AB' ^ Fig. 82 and 83, for flow with friction must 
lie to the right of the curve AB for flow without friction. 
This statement applies to both figures. 

Let denote the heat content in the initial state A, i the 
heat content in the state B, and ^ the heat content in the final 
state B^ when friction enters into consideration. Then 

> h 

whence 

— L 

It follows from (1) Art. 151, that the change of kinetic energy 

^ for flow with friction is less than the change — - — ^ 

25’ . 

in the case of frictionless flow. Friction, therefore, causes a 
loss of kinetic energy given by the relation 

— w'^ rr v -N /-ON 

- o- - = ”^0 -0- (2) 

On the 2W-plane, Fig. 83, this loss is represented by the area 
A.BB^B’i for 

i' = area OHBB^ B^^ 
i = area OHJDBA^^ 
i' —i = area A^BB' BJ. 



fluid ; hence as explained in Art. 50, the increase of entropy 
is J.J and the area A^AB’JBl under the curve AB^ repre- 


sents (in heat units) the friction work z. 

On the j9t>-plane let a constant ^ Ihie be drawn from point B', 
Fig. 82, cutting the frictionless expansion line in the point G-. 


Then since the heat content 
i’ is the same at (r as at jB', 
the difference — i' in pass- 
ing fr(.)m A to B' along the 
actual curve is the same as 
in passing from A to G- along 
the ideal frictioiiless expan- 
sion curve AB. .Hut the 
change of ^ between the 
states re})resented by points 
A and (7, which in work 
units represents the increase of kinetic energy between A 
and (7, is given by the area AGEQ. Hence we have : 



V 


F or frictionless flow, ^ = area ABB 0. 

For the actual flow, — — Ildlh, = area A GJEQ. 

Hence the loss of kinetic energy due to friction is given by the 
area BBEG. 

From the fundamental equation (5), Art. 160, we have 

. = (3) 

'"Ig 

in which the integral refers to the actual expansion curve. 
Referring to Fig. 82, J \dp is given by the area AB'BQ 
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while the change of energy for the actual flow is, as just shown, 
given by the area AGrUO; hence the difference, the area 
AB'DJEG-A, represents the work 
of friction z. 

The friction work z (area 
A^AB'S^, Fig. 83) is greater 
than the loss of kinetic energy 
(area A^BB^B-^y The reason 
for this lies in the fact that 
part of the heat Az entering 
the moving fluid is capable of 
being transformed back into 
mechanical energy. As shown 
in Chapter lY, the loss of Fig. 33 . 

available energy, represented 

by area A^BB'B^', is the increase of entropy multiplied by the 
lower temperature. The triangular area ABB' represents, 
therefoi'e, the part of the friction work that is recovered. 

4. The most convenient graphical representation for practi- 
cal purposes is obtained by taking the heat content i and entropy 

s as coordinates. On this is- 
plane a series of constant pres- 
sure lines are drawn, Fig. 84; 
then a vertical segment AB 
represents a friction! ess adia- 
batic change from pressure 
to a lower pressure y?, while a 
curve AB' between the same 
pressure limits represents an 
expansion with increasing en- 
tropy, that is, one with fric- 
tion. The segment AB, there- 




fore, represents the increase of jet energy 



without 


friction, the segment AG-, the smaller increase 



with 


which the pressure is jCj through an oririce or short tube, Jbig. 
85, into a region in which exists a pressure lower than p-^. 
If we take the section in the reservoir, the velocity w-^ will 
be small and may be assumed to be zero. The second section 
F will be taken at the end of the tube, and 
1^1 I i-F the pressure at this section will be denoted 
I f I by Assuming the flow to be frictionless 

^ and adiabatic, we have, since w-^ = 0, 

j I I The law of the expansion is given by the 

1 I j equation 

I ' (2) 

Fig. 85. where for air n= k, while for saturated or 

superheated vapor it has a value depending on the conditions 
existing. In any case, n can be determined, at least approxi- 
mately. Making use of (2) to evaluate the definite integral 
of (1), we get 




If F denotes the area of the orifice or tube, and M the 
weight of fluid discharged per second, the law of continuity is 
expressed by the equation 

Mv — Fw^ (4) 

whence eliminating w between (3) and (4), we obtain 


M= 

V 


From (2), we have 


which substituted in (5) gives 


;)■} 


ti4T. 

n p^ffpY (P\ ” ' 
n-lvj^l\pJ \pj _• 


M=F 


( 6 ) 
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If now various values be assigned to tbe lower pressure p 
and tbe values of w and M be found from (3) and (6), respec- 
tively, the relations be- 
tween p, w. and M will be 
as shown in Fig. 86. The 
initial pressure p-^ is rep- 
resented by the ordinate 
the lower pressure p 
by the ordinate OFT, and 
the curve AB represents 
the change of state of the 
moving fluid starting from 
the initial state A. The o 
shaded area G-ABS rep- 

resents the integral | vdp and, therefore, the kinetic energy 

•’p 

* -- 

of the jet ^at the section B, The abscissa jELB represents 

the velocity w found from the equation 

w — X area GABS (in ft. lb.), 

while the abscissa SB represents to some chosen scale the 
weight of fluid discharged per second, as found from (4) or 
directly from (6). Inspection of (6) shows that the discharge 
M reduces to zero when p=Pi and also when p~Q. It fol- 
lows that the curve GBO must have the general form shown 
in the figure and that the discharge M must have a maximum 
value for some value of p between = 0 and p — p^. Let 
this value of p be denoted by Evidently from (6), iff is a 
maximum when 

2 re+1 

_(v \ ^ 

Vi) \fi} 

is a maximum. Placing the first derivative of this expression 

„ , ™ .. Vm 




This ratio is called the critical ratio, aiid^,„ is called the critical 
value of the lower pressure jp. For air, taking n — Tc —1 A, this 
ratio is 0.5283 or approximately 0.53 ; for saturated or slightly 
wet steam, taking %= 1.135, the ratio is 0.5744. 

The question now arises as to the relation between the pres- 
sure p in the jet at section F and the pressure p^ of the region 
into which the jet discharges. If it be assumed that p and p^ 
are always equal, theny? = 0 when p^ = 0, and from (6) 

This can only mean that no fluid can be discharged into a perfect 
vacuum, a result manifestly absurd. It follows that under 
certain conditions, y? must be different from ^ 2 * Saint Venant 



and Wantzel, to whom equations (3) and (6) are due, asserted 
that the discharge into a vacuum must be a maximum and 
advanced the hypothesis that for all values of p^ lower than the 
critical pressure p^ the discharge is the same. We have, there- 
fore, two distinct cases : (1) If p^ is greater than the pres- 
sure p in the jet takes the value pg? w and M are found from 
(3) and (6), respectively. (2) If p^ is equal to or less than 
p^ the pressure p assumes the constant value p^ given by (7), 
and the velocity and discharge remain the same for all values 
of y >2 between p^ =Pm 

The hypothesis of Saint V enant has been fully confirmed by 
the experiments of Fleigner, Zeuner, and Gutermuth. Figure 87 
shows the results of Gutermuth’s experiments on the flow of 
steam throue-h a short tube with rounded entrance. uainP' dif- 


ferent initial pressures In each case the discharge becomes 
constant when the lower pressure reaches a definite value 


154. Formulas for Discharge. — Since for all values of jOg less 
than Pm the discharge remains constant and the pressure at the 
plane of the orifice or tube takes the value pm-> we may obtain 


P 

the maximum velocity and discharge by substituting for — in 

n Pi 


(3) and (6) of Art. 153 the critical value 
resulting equations are : 



The 


and 



( 1 ) 

( 2 ) 


These equations give w and M for p^ < Pm l it P 2 the ratio 

^ must be substituted for — in the original equations. 

Pi Pi 

By easy transformations (1) and (2) may be given simpler 
forms. The following are some of the well-known formulas 
that have been thus derived. 

1. Fliegners Equation for Air. From the general equation 

m 

which applies to the air in the reservoir from which the flow 
proceeds, we have 

Pi^-tL. 

JBTr 


Substituting this expression for ^ in (2), and taking n — k, 
the result is 


M = 


/ 2 \ *-i 

r 2^/fc 1 

U-hlJ 

iBik + 1 ) J 


F 


Pi_ 

■y/Tf 


( 3 ) 


Inserting the numerical values of k and B for air, we get in 
English units 


ilf = 0.53 

-./'V 


(^) 
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This IS the equation given by Fliegner as representing the re- 
sults of his experiments on the flow of air from a reservoir into 
he atmosphere. It holds good when the pressure in the reser- 

pressure of the atmosphere. 

When the pressure in the reservoir is less than twice the at- 
FHeSer* following empirical equation is given by 

71^ = 1 OR w JM Pi - Pa) 

\ 2 ' ' ( 5 ) 


2. Grashof's Equation for Steam. In formula C2), n and v 
refer to the fluid in the reservoir. If this fluid is saturated 
steam, then ft and r, are conueeted by an approximate relation 

in which for English units, m = 1.0631 and 0=lUx 484 2 
rrom (6) we readily obtain 




”1+1 

2m 


Q2n 


and substituting this in (2), the resulting equation is 
2 


if = 


.w 4- 1 


1 

n—1 


2gn 


i : 


W+I 

2m 


CO 


0^ + l)(7 

t'LXpTe'w f 

i!f= 0.01911 .g. 

squlre^ftT" Wif 

I • hen the area is taken in square inches and f-liP 

pressure tn pounds per square inch, (8) becomes 

i^= 0.0165 1^0.97, .g. 

batt -“-“I 

3. Bateau's ^Formula. Rateau has modified the Grashof 
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4. Napier's equations. The following simple, though some- 
what inaccurate, equations based upon the experiments of 
Mr. R. D. Napier, are due to Rankine. 

When the pressure in the reservoir exceeds f of the back 
pressure 

^=^1 ( 11 ) 

when it is less than -I of the back pressure 



Example. Find the discharge in pounds per minute of saturated steam 
at 100 lb. pressure (absolute) throughi an orifice having an area of 0.4 sq. in. 
The back pressure is less than the critical pressure, 57 lb. per square inch. 

1. By Grashof s formula 

M=60 X 0.0165 X 0.4 x lOO^-s’ = 34.493 ib. 

2 . By Bateau’s formula 

M= — (16.367 - 0.96 x 2) = 34.673 lb. 

3. By Napier’s formula 

M = X 60 = 34.286 lb. 

70 

4. The discharge may be found from the two fundamental formulas 

W = V2 ffJ (q - to) = 223.7 Vq -7.2," 
and M = 

V 

The critical pressure is 57.44 lb, per square inch. From the steam table 
(or more conveniently, and with sufficient accuracy, from the is-chart) 
we find : 

ii (for 100 lb.) = 1186,5 B. t. u. 

(for 57.44 lb.) = 1142.7 B. t, u. 

Xm — 0.964, 

Vm = Xm (vj' - Vm) + = 7.07 CU. ft. 

Then 


and 


w = 223.7 Vl 186.5 - 1142.7 = 1480 ft. per second, 

ilf = 60 X X — = 34.89 lb. 

144 7.07 





k the ratio oi tne specinc neats, 
in the medium is given by the relation 

w = -y/gkpv. (See any textbook in Physics). 
If we denote by the critical back pressure, we have 

p^ + 1 / ’ 

which combined with the adiabatic equation 


( 1 ) 

( 2 ) 


gives 


Pm ^ 

Pi ~ \>^mj ’ 

\k + lj 


Combining (2) and (4), we have 

PmVm ^ 

The velocity through the orifice is 


w = 



k 

k + 1 




(B) 

( 4 ) 

(5) 


and by the use of (5) this becomes 

w = -\fgkp„,v^. ( 6 ) 

Comparing (6) with (1), it appears that the maximum velocity 
of flow from a short convergent tule is the same as the velocity of 
sound in the fluid in the state it has at the critical section. 

This result is due to Holtzmann (1861). 


156. The de Laval Nozzle. — The character of the flow through 
a simple orifice depends largely upon the pressure p^ in the 
region into which the jet passes. There are two cases to be 
discussed : 

1. Wheny >2 is equal to or greater than the critical pressure 
p^ given by the ratio 


2 

\k -p 1/1 

2. When p^ is less than p^. 


Pm 

Pi 





111 the first case the Dressn-po of 4 -t, 
as we have seen, takes the value » of 
and, therefore, the jet experienots no chaTe™ ® 

the^ir mrf •::: ttif^ ■ 

for the jet to eprL laterXf’arr™""’ I 

distance beyond the orifice it will have praoT W 

tWe“d"°“^'^“*“°- ^’"■^''ormorefsLt 

jet, the velocity remains practically con- 

B ^ant at successive cross sections. B ' 

Tiis velocity is given by ('!') 

M “ Art. 151. ^ ^ H 

^ second case the pres- 

W’' I"aT“u‘’r ~ 0^ —S' 

■ l"‘ “P®'! '^‘orally, as shown fn p5,’ fp 

fia. 89. f Ulthermore, along the axis of the jet the nres 
ntil ot continuously from its initial value » 

■■ Honcrdu"tdti°*' “'o orifice it attains the pressurl 

. r; "S'” »• 1“ '• 

' Successive sections are passed. The p 

itial velocity at section a is I ia p 

0+ • A >- V 

at IS, the acoustic velocitv. * 

The lateral spreading of the jet may 
prevented by adding to the orifice , ■ ■' 1 

iroperly proportional tube, as shown ^ 

Fig. 90. The orifice and tube to- ^■ 

n f ; "^P^^'on of the fluid required by the drop 

pressure from y, at section « to p, at section 5. The area 
end section b depends upon the final pressure p„. At 
ion a le jet has the acoustic velocity w, as if the added 


Fig. 89. 


Fig. 90. 


its velocity increases and at the end section h takes the value 
Wg given by the relation 

= ( 1 ) 

The general character of the flow through the de Laval 
nozzle may be seen from the following analysis. 

Assuming frictionless adiabatic flow, the fundamental equa- 
tions (6) and (7), Art. 150, become, respectively, 

= 0 , ( 2 ) 

wdw j 

= — vdp. (3) 

9 

We have also the equation of continuity 

Fw = Mv^ (4) 

from which by differentiation we obtain 
dw , dF dv 

For perfect gases. 


while for superheated or saturated vapors, 


Therefore, (2) becomes 

§^+pdv^0, 

or hpdv -f vdp = 0, 

1 dv dv 

whence — — — 

V kp 

Combining this relation with (5), we obtain 


Now from (3), 


dw dF __ 0 
w F kp 

) 

dw _ __ gv 
w w"^ 


hence (7) becomes 

By introducing the equation for the acoustic velocity 

= hgpv, 

(8) may be readily reduced to the form 

\ dp _ Tzw^ 1 d¥ 
pdx vP‘ — F dx 


( 8 ) 

( 9 ) 

( 10 ) 


The variable x may be used to denote the distance of a nozzle 
section from some fixed origin, Fig. 90. For vapors, h may be 
replaced by n. 

The nozzle has two distinct parts: the rounded orifice ex- 
tending from 0 to A, Fig. 91, and the diverging tube extend- 
ing from A to B, As the 
cross sections decrease in 
area from 0 to A, the deriva- 
dF 

tive is negative for this 

part ; for the diverging part 
dF 

from A to 15, is positive ; 

for the throat A it has the 
value zero. The pressure 
drops continuously from 0 
to B as shown by the curve 

of pressure ; hence ^ is 

negative throughout. Referring to (10) we have the following 
results : 


For orifice dA, 

dF . 

-V— IS — ; 

dj) . 

IS 

hio^ . 

— ; 3 IS — ; w< iv^. 

dx 

dx 

— w/ 

For tube A15, 

dF . , 

-r- IS + ; 


— ; -S IS A ; W > Wfi. 

dx 

dx 


For throat A, 

^= 0 ;- 

kufi 

..9 ... 9 . 

= 00 ; w = Wg. 



Hence the velocity steadily increases until at the throat it 
attains the acoustic velocity ; then in the diverging tube it 
further increases. Inspection of (10) shows that divergence is 
necessary if the velocity w is to exceed the acoustic velocity Wg. 

157. Friction in nozzles. In the case of flow through a simple 
orifice or through a short convergent tube with rounded en- 
trance, the friction between the jet and orifice, or tube, is small 
and scarcely demands attention. With the divergent de Laval 
nozzle, on the contrary, the friction may be considerable and 
must be taken into account. As explained in Art. 152, the 

effect of friction is to produce a decrease in the jet energy ~ 

at the end section. Referring back to Fig. 83, suppose A to 
denote the initial state of the fluid entering the nozzle, JB' the 
final state at exit, and B the final state that would have been 
attained with frictionless flow ; then the area repre- 

sents the increase in the final heat content due to friction and 
it likewise represents the decrease in jet energy at exit. 

Let z'l, Zg? and denote, respectively, the heat content of the 
fluid in the states represented by the points A, B, and B'. 
Without friction, we have 




while with friction 


The loss of kinetic energy due to friction is, therefore, 

^ = J(i ’ —i') 

It is customary to take as a friction coefficient the ratio of the 
loss of energy to the kinetic energy without friction. Denoting 
this ratio by y we have, therefore. 


( 1 ) 


whence 

= ( 2 ) 

The experiments that have been made on the flow of steam 
through nozzles indicate that the value of y may lie between 
0.08 and 0.20. 

Example. Steam in the dry saturated state flows from a boiler in which 
the pressure is 120 lb. per square inch absolute into a turbine cell in which 
the pressure is 35 lb. absolute. A de Laval nozzle is used, and the value of 
y is 0.12. Find the velocity of the jet, and the loss of kinetic energy ; also 
the final quality of the steam. 

For the given initial state, i — 1190.1 B. t. u. At the end of adiabatic ex- 
pansion to the lower pressure, is found to be 0.925, and is found to be 
1095.8 B. t. u. The exit velocity on the assumption of frictionless flow is, 
therefore, 

w = 223.TV1190.1 - 1095.8 = 2172 ft. per second, 
while the actual velocity is 

w' = 223.7 V(1 - 0.12) (1190.1 - 1095.8) = 2038 ft. per second. 

The loss of kinetic energy is, 

0.12 X 778 X 94.3 = 8804 ft.-lb., 

or in B. t. u., 

0.12 X 94.3 = 11.3 B.t.u. 

This heat is represented by the rectangle AxBB'Bi', Fig. 83. Hence, for the 
quality x^' in the actual final condition B', we have 

a:/ -X2 = = HA = 0.012 ; 

ra 938.4 

and, therefore, = 0.925 -f 0.012 = 0.937. 

The effects of friction are : (1) to decrease the velocity of 
flow at a given section ; (2) to increase the specific volume v 
of the fluid passing the section. The latter effect is seen in 
the case of steam in the increased quality or increased degree 
of superheat due to the heat generated through friction reenter- 
ing the moving fluid. From the equation of continuity 

F=M-, (3) 

w 

it appears that the effect of friction is to increase the numera- 
tor V and decrease the denominator w of the fraction of the 



second member ; hence for a given discharge Jf, the cross sec- 
tion F must be larger the greater the friction, that is, for the 
same lower pressure 

The effect of friction may be viewed from another aspect. 
In Fig. 92, let the curve QMAF represent the pressures along 
the axis of a de Laval nozzle on the assumption of no friction. 
This curve is readily found for a given value of by finding 

for various lower pressures p 
the proper cross section F by 
means of the two equations, 

z=JC%. — ^) and F= — . 

Let J. be a point on the pres- 
sure curve obtained in this 
manner. If - now friction is 
taken into account, the sec- 
tion F’ associated with the 
lower pressure ^ has a larger 
area than the section F calcu- 
lated on the assumption of 
no friction ; therefore, the 
point A is shifted by friction 
to a new position A' underneath the new section FK Similarly 
the end section F^ must be increased in area to FJ^ and the 
point F on the frictionless pressure curve is shifted to a new 
position F’, The effect of friction, therefore, is to raise the 
pressure curve as a whole, that is, to increase the pressure at 
any point in the axis of the nozzle. 

158. Design of Nozzles. — The data required in the design of 
a nozzle are the initial and final pressures, the weight of steam 
that must be delivered per hour or per minute, and the coef- 
ficient g. Two cross section areas must be calculated, that at 
the throat, and that at the end of the nozzle. The following 
example illustrates the method. 

Example. Kequired the dimension of a nozzle to deliver 450 lb. of 
steam per ho-ur, initially dry and saturated, with an initial pressure of 175 



The critical pressure in the throat is 175 x 0.57 = 100 lb. approx. Then 
r frictionless adiabatic flow 


iy — 1196.1 B. t. u., 

(at throat) =: q^' + = 298.1 + 0.962 x 888.1 = 1162.9, 

k = qi' + arsra = 181.1 + 0.863 x 969.7 = 1017.5, 

= 13.5 ; ij — k = 178.9. 

lice the throat is near the entrance, the effect of friction between entrance 
id throat is practically negligible ; hence the velocity at the throat is 

Wm = 223.7 VioTo = 1175 ft. per second, 
iking account of the loss of energy (y = 0.13), the velocity of exit is 
W 2 = 223.7 Vo.87 x 178.9 = 2791 ft. per second. 

le quality of steam at the throat was found to be 0.962, and that at exit, 
Lthout friction, 0.863. Because of friction, the quality at exit is increased 
' the amount 178.9 x 0.13 -e 969.7 = 0.021, thus giving a final quality 
363 + 0.021 = 0.887. Neglecting the volume v' of a unit weight of water, 
ice X is large, the specific volumes at throat and exit are respectively 

1.12 X 0.962 = 1.252 cu. ft. 

:d 26.23 X 0.887 = 23.26 cu. ft. 


•om the equation of continuity F^o = Mv, we have, since 
150 


Af = . 


60 X 60 


0.125 lb. per second. 


F„ = = 0.00036 sq. ft. 

1475 

= 0.0519 sq. in. 

the area of the cross section at the throat. The area at exit is 


= 0.001012 sq. ft. = 0.15 sq. in. 

2791 ^ ^ 

the cross section of the nozzle is made circular, the diameters at throat 
d exit are respectively 

= 0.251 ill., (k = 0.137 in. ; 

d taking the taper of the nozzle as 1 to 10, the length of the conical part 


10(0.137 - 0.257) = 1.8 in. 


EXERCISES 


1 . ifind the weight of air discharged per minute through an orifice 
inch in diameter from a reservoir in which the pressure is maintained at 


n. 


.1. _i. 


rm__ 1 




orifice having an area of O/l sq. in. into a region in whiclr the pressure is 
55 lb. per square inch. Find (a) the velocity; (i) the weight discharged 
per minute. Compare the results obtained by using Grashof’s, Napier’s, 
and Rateau’s formulas, respectively. 


3. If in Ex. 2 the back pressure is 80 lb. per square inch, what is the 
weight discharged? Assume the steam to be initially dry and saturated. 

4. If for superheated steam the exponent n in tlie adiabatic equation 


pu" = const, is taken as 1.80, find the critical ratio 


Pi 


5 . A de Laval nozzle is required to deliver 080 lb. of steam per liour. 
The steam is initially dry and saturated at a pressure of 110 11). per .scpiare 
inch and the final pressure is 8 in. of mercury. Find the necessary areas of 
the throat section and end section of the nozzle, assuming frictionless fiow. 


6. In Ex. 5 find the areas of the two sections when the loss of kinetic 
energy is 0.15 of the available energy. 

7 . Find the area of an orifice that will discharge 1000 lb. of dry steam 
per hour, the initial pressure being 150 lb. per square inch and the back 
pressure 105 lb. per square inch. 

8 . In an injector, steam flows tlirough a diverging nozzle into a combin- 
ing chamber in which a partial vacuum is maintained, due to the condensa- 
tion of the steam in a jet of water. If the initial pressure is 80 lb. per 
sqirare inch and the pressure in the combining chamber is 8 lb. per scpiare 
inch, find the velocity of the steam jet. Assume y = 0.08. 

9 . Steam at 160 lb. pressure superheated 100° flows through a nozzle 
into a turbine cell in which the pressure is 70 Ib per sipiaro inch. Find the 
area of the throat of the nozzle for a discharge of 86 lb. per minute. 

10 . Let steam at 160 lb. pressure, superheated 100°, expand adiabatically 
without friction. Take values of the back pressure pa as abscissas, and plot 
curves showing (a) the available drop in heat content ii — (a; (?») the veloc- 
ity of the jet ; (c) the area of cross section required for a discharge of one 
pound per second. 

Suggestion. Find I'a for the following pressures: 140, 120, 100, 80, 
60, 40, 20, 10, 5 lb. per square inch. Then find w from the formula 
to = 223.7 Vii — I'a, and the cross section from the equation of continuity. 

11 . Steam at 160 lb. pressure superheated 100° is discliarged into a 
region in which the pressure is po through an orifice having an area of 
0.25 sq. in. Take the values of p-z given in Ex. 10 and plot a curve showing 
the weight discharged for different values of p-. 

12. Show that if the loss of kinetic energy is y per cent of the available 
energy, the decrease in the velocity of the jet is approximately \ y per cent 
of the ideal velocity. 
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CHAPTEE XIV 


THROTTLING PROCESSES 






159. Wiredrawing. — The flow of a fluid from a region of 
higher pressure into a region of much lower pressure through 
a valve or constricted passage gives rise to the phenomenon 
known as wiredrawing or throttling. ' Examples are seen in the 
passage of steam through pressure-reducing valves, in the 
throttling calorimeter, in the passage of ammonia through the 

expansion valve in a refrigerating 
machine, and in the flow through 
ports and valves in the ordinarj 
steam engine. Wire-drawing is 
evidently an irreversible process, 
and as such, is always accompanied by a loss of available 
energy. 

The fluid in the region of higher pressure is moving with a 
velocity Fig. 93. As it passes through the orifice into the 
region of lower pressure the velocity increases to ac- 
cording to the general equation for flow, viz ; 



Fig. 93. 


Wo 


W-, 


^9 


— J (i-^ — . 


( 1 ) 


The increased velocity is not maintained, however, because the 
energy of the jet is dissipated as the fluid passing through the 
orifice enters and mixes with the fluid in the second region. 

2 2 

Eddies are produced, and the increase of energy — ^ is re- 

^9 

turned to the fluid in the form of heat generated through in- 
ternal friction. Utimately, the velocity is sensibly equal to 
the original velocity w -^ ; therefore from (1), we obtain 
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as the general equation for a wiredrawing process. The 
initial and final points lie, therefore, on a curve of constant heat 
content. 


160. Loss due to Throttling. — Let steam in the initial state 
denoted by point A, Fig. 94, be throttled to a lower pressure, 
the final state being denoted by 
point £ on the constaut-z curve 


AB. Also let Tq denote the 


lowest available temperature. 
The increase of entropy during 
the change AB is represented 
by A^B^, and this increase multi- 
plied by the lowest available 
temperature gives the loss of 
available energy. Evidently this 
loss is represented by the area 
A^DQB^. 



Example. In a steam engine the pressure is reduced by a throttling 
■valve from 160 lb. per square inch to 90 lb. per square inch absolute. The 
initial quality is a; = 0.99 and the absolute back pressure is 4 in. of mercury 
Required the loss of available energy per pound of steam. 

From the steam table the initial heat content is 1187.2 B. t. u. At a pres- 
sure of 90 lb. the heat content of saturated steam is 1184.5 B. t. u., therefort 
in the second state the steam is superheated. As the degree of superheat ii 
evidently small, it may be determined vs^ith sufficient accuracy from th( 
curves of mean specific heat. At a pressnre of 90 lb. the mean specific heai 


near saturation is 0.55 ; hence the superheat is 


1187.2 - 1184.5 
0.55 


= 5°, nearly 


The entropy in the second state is the sum of the entropy at saturation 
1.6107 for a pressure of 90 lb., and the entropy due to superheat, which ii 
approximately. 

0.55 log, = 0.55 loga — = 0.0035. 

^ 780 


Hence, .92 = 1.6107 + 0.0035 = 1.6142. The entropy in the initial state 


replaced by a corresponding reversible change with the condi- 
tion that the heat content ^ remains constant. The general 
equation 

di = Tds -)- Avdp.) 

then becomes, 


0 = Tds -f- Avdp^ 


and approximately we have, therefore. 


As = 



( 1 ) 


in which As is the increase of entropy corresponding to the 
change of pressure Ap. Since A^ is intrinsically negative, it 
follows that As must be positive. Equation (1) may be 
written in the more convenient form 


As 


Avv A» 


( 2 ) 


For perfect gases (2) reduces to the simple form 

^s = -AB^• (3) 

For steam having the quality a;, we have 
V = x(y" — v’') -f v\ 

and Apv — ApzQv" — v') -f Apv ' ; 

or neglecting the small specific volume v' of the water, 

Apv — xyjr. 


Eq. (2) therefore takes the form 

T P 

Mean values for p, and yjr should be taken. 

Example. If in passing into the engine cylinder the pressure of steam 
is reduced by wh’edrawing from 125 lb. to 120 lb. per square inch, what is 
the loss of available energy ?> The initial value of x is 0.98 and the pressure 
at exhaust is IG lb. per square inch. 

Taking the two pressures 125 and 120, the following mean values are 
found from the table : 


p = 122.5, T = 802.4, = 82.5. Also, Ap= -5- 


Hence, 


As = 




802.4 


122.5 


0.00398. 


For Tq -we take the temperature correspoirding to the 16 lb., namely, 675.9°. 
Therefore the loss of available energy is 

6.75.9 X 0.00398 = 2.7 B. t. u. approx. 

161. The Throttling Calorimeter. — A valuable application 
of the throttling process is seen in the calorimeter devised by 
Professor Peabody for determining the quality of steam. In 
the operation of the calorimeter steam from the main is led 
into a small vessel in which the pressure is maintained at a 
value slightly above atmospheric pressure. The steam is thus 
wiredrawn in passing through the valve in the pipe that con- 
nects the main and the vessel. For successful operation the 
amount of moisture in the steam must be small so that, as the 
result of throttling, the steam in the vessel is superheated. 

In Fig. 94, let point A represent the state of the steam in 
the main and point B the observed state of the steam in the 
calorimeter ; then 

( 1 ) 

But 

Ia = ( 2 ) 

where and r-^ refer to the pressure p-^ in the main ; 
and in = — t^'), (3) 

where is the observed temperature of the steam in the 
calorimeter, is the saturation temperaturp corresponding to 
the pressure p^ in the calorimeter, is the saturation heat 
content corresponding to the pressure p^, and is the mean 
specific heat of superheated steam for the temperature range 

— ^ 2 - Combining the preceding equations, we obtain 

* = ( 4 ) 

Example. The initial pressure of the steam is 140 lb. per squcure inch, 
the observed pressure in the calorimeter 17 lb. per square inch, and the 
temperature in the calorimeter 258° F. Kequired the initial quality. 

The temperature of saturated steam at 17 lb. pressure is 219.4° F. ; hence 
the steam in the calorimeter is superheated 258 — 219.4 = 38.6°. From the 
curves of mean specific heat the value 0.477 is found for the pressure 17 lb. 


and the degree of surperheat in question ; and from the steam table we have 
i^" — 1153, ii' = 324.2, n = 869. Hence, 

1153 + 0.477 X 38.6 - 324.2 _ ^ 

869 “ 


The Mollier chart, Fig. 75, may be used conveniently in the 
solution of problems that involve the throttling of steam. 
Since the heat content remains constant during a throttling 
process, the points representing the initial and final states lie 
on the same horizontal line. In the preceding example the 
final point is located from the observed superheat 38.6° and 
the observed pressure 17 lb. in the calorimeter. A horizontal 
line drawn through this point intersects the constant pressure 
line p = 140 lb., and from this point of intersection the quality 
a; == 0.975 is read directly. 

162. The Expansion Valve. — In the compression refrigerat- 
ing machine the working fluid after compression is condensed 
and the liquid under the higher pres- 
sure is permitted to flow through 
the so-called expansion valve into coils 
in which exists a much lower pressure 
^ 2 - Let point A, Fig. 95, on the liquid 
curve represent the initial state of the 
liquid. The point that represents the 
final state must lie at the intersection 
of a constant curve through A and 
line of constant pressure p^. Evidently 
Fig. 95. we have 



i 


t 

1 ’ 


and 

where denotes the 
Therefore 


% — *2 ^ 2 ^ 2 ’ 

quality of the mixture in the final state. 

+ a^2^2’ (1) 



The increase of entropy (represented by A^B-j^ is 


( 2 ) 


and the loss of refrigerating effect due to the expansion valve, 
which is represented by the area Q-BB^ is 

= — s^'), ( 4 ) 

The following equalities between the areas of Fig. 95 are 
evident : OEAA^ = area OBFBB^, 

area FGrA = area A-j^G-BB-j^. 


163. Throttling Curves. — If steam initially dry and saturated 
be wiredrawn by passing it through a small orifice into a region 
of lower pressure, then, as has been shown, it will be super- 
heated in its final state. 

If the lower pressure jpg 
is varied, the tempera- 
ture ifg will also vary, 
and the successive values ^ • 

of JPg ^2 ^®P" i 

resented by a series of | 
points lying on a curve. | 

By taking various initial ^ 
pressures a series of such 
curves may be obtained. 

Sets of throttling curves 
for water vapor have 
been obtained by Grind- Pressure, lb. per sq. in. 

ley, Griessmann, Peake, 

and Dodge. The curves deduced from Peake’s experiments 
are shown in Fig. 96. Abscissas represent pressures, ordinates, 
temperatures. The curve from which the throttling curves 
start is the curve t=f(^p') that represents the relation between 
the pressure and temperature of saturated steam. 

It was the original purpose of Grindley, Griessmann, and 
Peake to make use of the throttling curves in finding the 
specific heat of superheated steam. The theory upon which 
this determination rests is simple. From Eq. (4), Art. 161, we 



readily obtain 


2/ -f- — i 


n\ 



The temperature difference for any lower pressure is 

the vertical segment between the throttling curve and the satu- 
ration curve and is given directly by the experiment. Hence if 
the initial quality x is known, and if and are accurately 
given by the steam tables, the mean value of is readily cal- 
culated. The results obtained were, however, discordant and 
of no value. The form of Eq. (1) is such that a slight error 
in any of the terms of the numerator of the fraction produces 
a large error in the calculated value of Op. 

The impossibility of deriving consistent values of Cp by the 
method just described led to the belief that Regnault’s formula 
for the total heat of saturated steam, hitherto regarded as 
authoritative, must be incorrect. The experiments of Kno- 
blauch and Jakob on the specific heat having appeared. 
Dr. H. N. Davis of Harvard University discerned the possibility 
of reversing the method and deriving by it a new formula for 
total heat. 


164. The Davis Formula for Heat Content. — The method 
employed by Dr. Davis in deriving from the throttling curves 

a formula for the heat content of 
steam may be described as follows : 
Let AD^ Fig. 9T', be one of the 
series of throttling curves, and 
AB’ the saturation curve. The 
heat content is constant along the 
throttling curve, that is 



„ '^A — — 'io — c. 

0 ^ 

Fig. 97 . Let be the lower pressure cor- 

responding to the points R, J5', 
and let denote the temperature difference indicated by the 
segment B'B, If the steam were made to pass from the satura- 
tion state B’ to the superheated state B at the constant pres- 
sure ^^25 absorbed during the process would be CpAt, 

Cp denoting the mean specific heat between B’ and B. It follows 
that 
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111 a similar manner the differences — ion 6tc. are ob- 

tained. The result is a relation between the heat content of 
saturated steam at the original pressure (state A') and the 
values of the saturation heat content for various lower pressures. 
The temperatures corresponding 
.to these pressures are now laid 
off on an arbitrarily chosen line 
MN, Fig. 98, and from the points 
A, B', Q', etc., the segments 

etc. are laid off. A curve 
through the points A, B’\ 0”, 

B", etc. is an isolated segment of 
the curve giving the relation between the heat content i and the 
temperature t. N ecessarily only relative values are thus obtained. 

From the individual throttling curves Dr. Davis thus obtained 
twenty-four overlapping segments of the it-curve, and by 
properly coordinating these segments he obtained finally a 
smooth curve covering the range 212° to 400° F. The curve 
was found to be represented by the second degree equation 

z = ^«-l-0.3745(f- 212) - 0.00055 (^-212)2; 

and from the experiments of Henning and Joly on the latent 
heat of steam at 212° F., the value of the constant a was found 
to be 1150.4. 

165. The Joule-Thomson Effect. — The classical porous plug 
experiments of Joule and Lord Kelvin were undertaken for the 
purpose of estimating the deviation of certain actual gases from 
the ideal perfect gas. The gases tested were forced through a 
porous plug and the temperatures on the two sides of the plug 
were accurately determined. In the case of hydrogen the tem- 
perature after passing through the plug was slightly higher 
than on the high pressure side ; air, nitrogen, oxygen, and car- 
bon dioxide showed a drop of temperature. 
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For an ideal perfect gas, 

= JoyT+ Uq, and jou = BT\ 
hence, (Jc^ + S') T^— (Jc^ + S') 

or = T^. 

It follows that a perfect gas would show no change of tempera- 
ture in passing through the plug, and that the change of temper- 
ature observed in the actual gas is, in a way, a measure of the 
degree of imperfection of the gas. The results of the experi- 
ments have been used to reduce the temperature scale of the 
air thermometer to the Kelvin absolute scale. 

The ratio of the observed drop in temperature to the drop in 

A.T 

pressure, that is, the ratio , is called the Joule-Thomson 

coefficient and is denoted by fi. According to the experiments 
of Joule and Kelvin fx varies inversely as the square of the 
absolute temperature. That is, 

0 ) 


It may be assumed that this relation holds good for air, nitro- 
gen, and other so-called permanent gases within the region of 
ordinary observation and experiment. At very low tempera- 
tures it seems probable that /x varies with the pressure as well 
as with the temperature. 

An expression for in the case of superheated steam can 
readily be derived from the formula for the heat content, namely: 

i = + j /sz 2 _ ^Acp+ 


Since i is constant in a throttling process, we may define the 
Joule-Thomson coefficient more accurately as the derivative 



From calculus, we have 
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and from the definition of the heat content 



Hence 


or 



1 d{ 

Op djp’ 





ijln ' 



( 2 ) 


The following table contains values of fi calculated from 
Eq. (2). 




300 ° 

860 ° 

400 ° 

460 ° 

500 ° 

650 ° 

600 ° 

15 

0.668 

0.492 

0.369 


0.220 


0.143 


hsi 



0.327 


0.208 




m 





0.191 


0.138 



It will be observed that the value of varies with the pres- 
sure ; however, as the temperature rises, the influence of 
pressure decreases ; hence for gases far removed from the satu- 
ration limit, such as were used in the porous plug experiments, 
it seems probable that /i is a function of the temperature only, 
as found by Joule and Kelvin. 

Dr. Davis has deduced from the throttling experiments of 
Grindley, Griessmann, Peake, and Dodge values of ^ for super- 
heated steam.* These were found by direct measurement of 
the mean slopes of the throttling curves. The values thus 
obtained agree very closely with those calculated from (2) and 
shown in the preceding table. 

166. Characteristic Equation of the Permanent Gases. — From the cooling 
effect shown in the Joule-Thomson’s experiments for all gases except hydrogen, 
it appears that those gases do not follow precisely the law expressed by the 

equation pv = BT. By making use of the relation ^ it is possible to 

derive a characteristic equation that represents more nearly the behavior of 














Ibince the heat content i is constant during a throttling process, the gen- 
eral equation 

di = CpdT — A (^T ^ — u j dp 

takes the form 


dp 




( 1 ) 


Dilfereutiating both members of (1) with respect to T, we obtain 


dT\ dp 


But we have 


\dT 

= AT^. 
BT^ 


dT a 


BT^ BTJ 


( 2 ) 


dp 


and from the general thermodynamic relations, 


rn 


Bcr 


-1 = -{^ 

BT^ 


Substituting these expressions in (2), we obtain 


1.1 

BT 




whence 


h>)‘- 


{ A- = 0 

\Bnh tAbtIp 


T^KBtJp '■ 

This is a partial differential equation, the general solution of which is the 
equation 

Cp = 'n<f)(T^ — 3 ap). (4) 

Here <fi denotes an arbitrary function which must be determined from 
physical considerations. Since at high temperatures Cp for permanent gases 
is given by the linear relation Cp = a + bT,yve have from (4), 

a + &r= T'2</,(r3), 


whence 

and 




ap) = 


+ • 


( 5 ) 


(T<i-Bapy (T^-Bapy 

Since the term 3 ap is small in comparison with the term T ®, we have 
approximately 


(T^-Bapy^= 
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Introducing these expressions in (5) and substituting the resulting expres- 
sion for <^(T^ — 3 ap) in (4), we obtain finally 



It appears from (6) that the specific heat of the permanent gases varies 
with the pressure and temperature. At very high temperatures the term 
containing/) is small and the specific heat is given simply by a + hT] at 
low temperatures, however, this term becomes appreciable and the specific 
heat increases with the pressure. The specific heat curves have, therefore, 
somewhat the form shown in Fig. 71. 

From (6), we have by differentiation 



Integrating, we obtain 


111 

dT 


— 

A 


/2_a 

U 


+ 1^) +/(P)‘ 


( 7 ) 


n 

Introducing in (1) the expression for given by (7), we obtain after 
reduction 

T AT^VdT 2 ^ T^\T JA 


To determine the function /(p), we assume that the perfect gas equation 

pv = BT holds when T is very large. Hence /(/>) = — , and (8) becomes 

P 




( 9 ) 


Since the last term in the bracket is very small, it may be neglected, and (9) 
may be written 


pv = BT ■ 


op 

A 


T\3T 2 j 


( 10 ) 


The equation given by Joule and Thomson, namely , 


pv — BT — 


Kap 
3 T2’ 


( 11 ) 



Joule-Thomson effect has been employed by Linde in a very 
ingenious machine for the liquefaction of gases. A diagram- 
matic sketch of the 
machine is shown in 
Fig. 99. Air (or any 
other gas that is to 
be liquefied) is com- 
pressed to a pressure 
of about 65 atmos- 
pheres and is dis- 
charged into a pipe 
leading to the cham- 
ber c. A current of 
cold water in the 
vessel b cools the air 
during its passage 
from the compressor 
to the receiving cham- 
ber. From a the air 
passes through a valve 
V into a vessel d, in which a pressure of about 22 atmospheres 
is maintained. As a result of the throttling the temperature 
of the air is lowered. Thus, if is the pressure in the chamber 
c and p^ the pressure in the vessel d, the drop in temperature is 

= ( 1 ) 

The air now passes from vessel d at temperature into the 
space enclosing the chamber g and thence back to the compressor. 
In passing back, the air absorbs heat from the air in c, and the 
temperature rises from to the final temperature which is 
nearly the same as the initial temperature Due to this 
cooling, the air in c arrives at the valve v with a temperature 
which becomes lower and lower as the process continues. As 
the temperature sinks the temperature tg also sinks, but as 
shown by (1), ^g sinks more rapidly than Ultimately, the 
value of tg drops below the critical temperature of the gas, 



and liquefaction begins. The liquid is collected in the vessel 
d and is drawn off through the discharge pipe e. In the ma- 
chine as actually constructed, the counter-current apparatus, 
which in the diagram is shown as the chamber c and the sur- 
rounding space, consists of two concentric spiral pipes about 
100 meters in length. 

By the use of Linde’s machine, liquid air in relatively large 
quantities may be produced continuously by the simple mechan- 
ical process of compression. The necessary lowering of tem- 
perature is effected by repeated throttling of the air, and the 
use of a second refrigerating medium is thereby obviated. 

EXERCISES 

1 . Steam at a pressure of 120 lb. per square inch with 8 per cent moisture 
is throttled to a pressure of 55 lb. per square inch. Find the quality in the 
final state. 

2. If steam at a pressure of 150 lb. per square inch having a quality of 
0.98 is throttled, at what pressure does it become dry saturated steam? 

3 . Find the increase of entropy in each of the preceding examples. 

4 . Find the loss of available energy when the pressure of steam is re- 
duced by wiredrawing from 140 to 130 lb. per square inch. The initial 
quality is 0.95 and back pressure is 5 in. of mercury. 

5 . In an experiment with a throttling calorimeter the pressure of the 
steam was 110 lb. per square inch, the pressure in the calorimeter was 16 lb. 
per square inch, and the temperature of the steam in the calorimeter was 
246° F. Required the per cent of moisture in the steam. 

6 . For the temperatures given in the table of Art. 166 calculate the 
values of m for a pressure of 200 lb. per square inch. Take values of Cp from 
the curves of Fig. 72. 

7 . From Eq. (6), Art. 166, show that the specific heat cuive for constant 
pressure passes through a minimum at some definite temperature. 

8 . From the characteristic Eq. (10), Art. 166, derive an expression for 
the work done during isothermal expansion. 

9 . Derive an expression for the heat added during isothermal expansion. 
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CHAPTER XV 


TECHNICAL APPLICATIONS, VAPOR MEDIA 

The Steam Engine 

168. The Carnot Cycle for Saturated Vapors. — Since the 
constant pressure line of a saturated vapor is also an iso- 
thermal, three of the processes of the Carnot cycle are ap- 
proximately attainable in a vapor motor, namely: isothermal 
expansion, adiabatic expansion, and isothermal compression. 
The adiabatic compression might also be accomplished by a 
proper arrangement of the organs of the motor, though in 
practice this is never attempted. Hence, the Carnot cycle is 



discussed in connection with vapor motors merely for the pur- 
pose of furnishing an ideal standard by which to compare the 
cycles actually used. 

The Carnot cycle on the IW-plane and p Emplanes, respec- 
tively, is shown in Fig. 100 and 101. The isothermal expan- 
sion A£ occurs in the boiler, the adiabatic expansion BO in the 
engine cylinder, the isothermal compression 01) in the con- 
denser. To effect the adiabatic compression JDA^ the mixture 
of liquid and vapor in the state J) would have to be compressed 



aaiaDaticaily in a separate cyiinaer ana aenverea to tne Doner 
in the state represented by point A. 

The heat received from the boiler per unit weight of fluid is 

S'! = — ^a) I (area A^ABB^,) (1) 

that rejected to the condenser is 

2'2 = — ^d) I (area Bj^ OBA{) (2) 

and the heat transformed into work, represented by the cycle 
area, is 


Ti 

= O, — = — T- 


AW= qi-q^ 


To 


The efficiency is 




- a^a)* 


7 ] = 




and the weight of fluid used per horsepower-hour is 

2546 . 2546 T 

jsr^ - 1 


(3) 

(4) 

(5) 


^ 1-^2 

If point A lies on the liquid line s' and point B on the satu- 
ration curve s", then =0, = 1, and (3) and (6) become, 

respectively, 

= (S') 

2546 






T,-T, 


(50 


Example. Let the upper and lower pressures be respectively 125 lb. 
per square inch absolute, and 4 in. of mercury. Then from the steam table 
T\ = 804, = 585.1, ri = 875.8 B.t.u. From (4), the efficiency is 

804 - 585.1 


804 


= 0.272. 


The heat transformed into work is 875.8 x 0.272 = 238.2 B.t.u., and the 


steam consumption is 


2546 

238.2 


= 10.7 lb. per h. p.-hour. 


169. The Rankine Cycle. — In the actual engine the iso- 
thermal compression is continued until the vapor is entirely 
condensed, thus locating the point B on the liquid curve 
Fig. 102, The liquid is then forced into the boiler by a pump 
and is there heated to the boilinff temnerature t-,. This heat- 


jLu uc ciooumcu i/iitiu iiutj ujiinuBr lias iiu uitjarauutj, iiUts pv- 

diagram necessarily takes the form shown in Fig. 103. 



The heat supplied from the boiler per pound of steam is in 
this case 

<li = <ida + qab= qi - ; (l) 

and the heat rejected to the condenser is 

?2 = Vc- (2) 

Hence, the heat transformed into work is 

- 9'2 = 2i' - q^ + (3) 

and the efficiency of the cycle is 






( 4 ) 


qi qi'-q^+^i^b’ 

It is evident that this efficiency is less than that of the Carnot 
cycle. 

The steam consumption per h. p.-hour is 

2546 2546 


qi - fe qi - qi + 

The quality at point 0 is determined from the relation 


( 5 ) 


+ 




T’ 


( 6 ) 


Example. — Using the data of the example of the last article, determine 
the efficiency and steam consumption of an engine running in a Eankine 
cycle with dry steam. 


end of adiabatic expansion is 

0.4957 - 0.1739 + 1.0893 „ 

' 1.7497 

The available heat is 

315.2 - 93.4 + 875.8 - 0.806 x 1023.7 = 272.4 B. t. u. ; 
while the heat supplied in the boiler is 

315.2 - 93.4 + 875.8 = 1097.6 B.t. u. 

Hence the eflBciency is 

^ ^ q_248, 

/ 1 AH'? a ’ 


which may be compared with the efficiency 0.272 of the Carnot cycle under 
similar conditions. 

The steam consumption is 

N = = 9.35 lb. per h. p.-hour. 


170. Rankine’s Cycle with Superheated Steam. — If super- 
heated steam is used, the Rankiue cycle has the form shown in 

Fig. 104. The heat supplied 
from the source is increased by 
the heat represented by the area 
which comes from the 
superheater; and the heat avail- 
able for transformation into work 
is increased by the amount repre- 
sented by the area FBBQ. Evi- 
dently the efficiency of the ideal 
cycle is increased by the use of 
superheated steam, but the in- 
^ crease is small. The advantage of 
Fig. 104 . superheated steam lies in another 

direction. 

If denote the temperature of the superheated steam (i.e. 
at point B')^ the heat required for the superheating process BE 

jTi where Cp is the specific heat of superheated steam. 




for Cp given by Eq. (9), Art. 133. Then the heat represented 
by the area JD^BABJEE^ is given by the expression 

9.1 — 9\ — 9‘1 + Cjjt? T. (1) 

T 

However, as has been shoAvn, the sum f % dT is 

Jr, 

practically equal to the heat content of the steam in the state E. 
Hence we may write 

9 \=^^- 9 % ( 2 ) 

and calculate from the general formula (5) Art. 135. 

If the point (7 at the end of adiabatic expansion lies in the 
saturated region, as is usually the case, we have, as in the first 

case, ^2 = r^x^. 

The heat transformed into work is, therefore, 

9i-9% = \-q2 ( 3 ) 

and the efficiency is 

1 _ . (4) 

h-q-z 

The value of is determined from the relation 

= V + (5) 

where s is the entropy for the state E, and is calculated from 
the general equation (3), Art. 137. 

Example. — Find the efficiency of the Rankine cycle, using the data of 
the pi’evious examples, but assuming the steam to be superheated to 1000° 
absolute. 

From (6), Art. 135, the heat content of the superheated steam is 
i = 1000(0.367 + 0.00005 x 1000) - 125(1 + 0.0003 x 125) -0.0163x125 

+ 886.7 = 1291.8 B. t. u. ; 

and from (4), Art. 137, the entropy is 
s = 0.8451 log 1000 + 0.0001 x 1000 - 0.2542 log 125 

- 125(1 + 0.0003 X 125) 0-3964 = 1.7002. 


Hence 


^ 1.7002 - 0.1739 _ Q gyp 
1.7497 

Heat supplied — i — = 1294.8 — 93.4 = 1201.4 B. t. u. 

Heat rejected = = 1023.7 x 0.872 = 892.7 B. t. u. 

Available beat = 1201.4 — 892.7 = 308.7 B. t. u. 

Efficiency = ^^= 0.257. 

2546 

steam consumption = = 8.25 lb. per b. p.-bour. 

308.7 

171. Incomplete Expansion. — Because of the very large 
specific volume of saturated steam at low pressures, it is usu- 
ally impracticable to continue the adiabatic expansion down 
to the lower pressure The exhaust valve opens and re- 
leases the steam at a pressure somewhat higher than The 
passage of the steam from the cylinder is an irreversible pro- 
cess in the nature of a free expansion and is indicated on the 
2 )F-diagram by the drop in pressure BJE' (Fig. 106). The 



actual process may be replaced by an assumed reversible pro- 
cess, cooling at constant volume. On the 5W-diagram the 
cooling is represented by a constant volume line jSLP (Fig. 
105) drawn as described in Art. 125. 

Evidently this “ cutting off the toe ” of the diagram results 
in a decrease in the ideal efficiency, but it is justified by the 
smaller cylinder volume required (i>F instead of DQ') and by 
other considerations. 

Denoting by p^ the pressure at the end of adiabatic 
expansion, we have: 



Heat rejected by medium 

?2 = 9.ef + q/d 

= {qz + ^ePs) ~ (^'2' + P2) + a^/?*2* ( 2 ) 

Heat transformed into work 

<?i - ?2 = - C^s' + ^^Ps) - ^/C ^2 - P 2 ) * (3) 

The qualities and a;y are found from the equations 


and 


2^1 


^?3' + 


2 ; 


( 4 ) 


- ^3') = - ^2')- ( P ') 

If the steam is admitted throughout the stroke without cut- 
off, the adiabatic expansion is lacking, and the diagram takes 
the form ABGrD (Figs. 105 and 106). The equations for this 
case are readily derived from the preceding equations by 

Tz = ^ 6 - 

172. Effect of changing the Limiting Pressures. — If the 

upper pressure be raised to p-l while the lower pressure 
is kept the same, the effect is to 
increase both the heat absorbed, 
and q-^ — the available heat, by 
an amount represented by the area 
AA’B’JB (Fig. 107). Evidently 
the ideal efficiency is thus in- 
creased. If P 2 be lowered to y> 2 ^ 
keeping p-^ the same, q^ is decreased 
and q^~ q^ increased without any 
change in q^ For the ideal 
Rankine cycle the increase of avail- 
able heat would be that represented 
by the area B'BQQ’. For the 

modified cycle with incomplete expansion, however, the 
crease is represented by the relatively small area B'BFB', 



Fig. 107. 


in- 


We may draw the conclusion that in the actual steam engine 
the limitation imposed by the cylinder volume prevents us 
from realizing much improvement in efficiency by lowering the 
back pressure 'p^. Herein lies one important difference be- 
tween the steam engine and steam turbine. With the turbine, 
as will be shown, a lowering of the condenser pressure results 
in a marked increase of efficiency. 

173. Imperfections of the Actual Cycle. — In the discussion of 
the ideal Rankine cycle the following conditions are assumed: 

1. That the wall of the cylinder and piston are non-conduct- 
ing, so that the expansion after cut-off is truly adiabatic. 

2. Instantaneous action of valves and ample port area so 
that free expansion or wiredrawing of the steam may not occur. 

3. No clearance. 

In the actual engine none of these conditions is fulfilled. The 
metal of the cylinder and piston conducts heat and there is, 
consequently, a more or less active interchange of heat, between 
metal and working fluid, thus making adiabatic expansion im- 
possible. The cylinder must have clearance, and the effect of 
the cushion steam has to be considered. The valves do not act 
instantly and a certain amount of wiredrawing is inevitable. 
It follows that the cycle of the actual engine deviates in many 
ways from the ideal Rankine cycle, and that the actual efficiency 
must be considerably less than the ideal efficiency. We must 
regard the Rankine cycle as an ideal standard unattainable in 
practice but approximated to more and more closely as the im- 
perfections here noted are gradually eliminated or reduced in 
magnitude. 

The effects of some of these imperfections may be shown 
quite clearly by diagrams on the TN-plane, 

In Fig. 108 is shown the cycle of a non-condensing steam 
engine. The feed water enters the boiler in the state represented 
by point (x and is changed into dry saturated steam at boiler 
pressure, represented by point B. When this dry steam is 
transferred to the engine cylinder, which has been cooled to 
the temperature of the exhaust steam, it is partly condensed. 


seiiTiecL Dy pome O', me neat tniis aosorDeci by tiie cyimcier 
walls is rei3resente(l by the area B^BOG^. CD represents the 
adiabatic expansion, the assumed constant-volume cooling 
of the steam, and BF the condensation of the steam at the tem- 
perature corresponding to the back pressure, which is sliglitly 
above atmospheric pressure. To close the cycle, the water at 
the temperature represented by F 
(somewhat above 212°) must be 
cooled to the original tempera- 
ture of the feed water ; this 
process is represented by FGr. 

The heat supplied is repre- 
sented by the area G-iCrABB^^ 
the heat transformed into work 
by the area FAQBF. It will 
be observed that two segments 
of the cycle, namely, GrF and 
QB^ are traversed twice, and the 
effect is a serious loss of effi- 
ciency. The loss due to starting the cycle at point Q- instead 
of at point F may be obviated to a large extent by the use of a 
feed water heater. The heat rejected in the exhaust is used to 
heat the feed water to a temperature represented by point If, 
which is only a little lower than the temperature of the ex- 
haust. The area represents the saving in the heat 

that must be supplied. The loss due to cylinder condensation, 
which is shown by the segment BQ, cannot be wholly obviated ; 
it may be reduced, however, by superheating and jacketing. 

Losses due to wiredrawing and clearance are not shown on 
the diagram. The drop of pressure in the steam main and in 
the ports may be taken into account roughly by drawing a line 
A' O' somewhat below the line AB, which represents full boiler 
pressure. 

174. Efficiency Standards. The ratio of the heat transformed 
into useful work to the total heat supplied is usually termed the 
thermal efficiency of the engine. The thermal efficiency, how- 
ever, does not give a useful criterion of the good or bad qualities 



Fig. los. 



of an. engine for the reason that it does not take account of the 
conditions under which the engine works. It has become cus- 
tomary, therefore, in estimating engine performance to make 
use of certain other ratios. 

Let q = heat supplied to the engine per pound of steam, 

2'^= heat transformed into work by an engine working 
in an ideal Rankine cycle (Art. 169 ), 

= heat transformed into work by actual engine under 
the same conditions, 

Wa = work equivalent of heat the indicated work, 

Wb = the work obtained at the brake. 

We have then 


77^ = ^ = thermal efficiency of ideal Rankine engine, 

q 

97„ = — = thermal efficiency of actual engine, 

9 . 

77 Q 

rjf =z — = — = efficiency ratio (based on indicated work), 
Vn 9 r 

= brake efficiency ratio (based on work at 
brake), 


W 

r)^ — — ^ = mechanical efficiency. 
Wa 


The ratios 77, • and 775 are sometimes called the potential efficiencies 
of the engine, the first the indicated potential efllciency, the 
second the brake potential efficiency. When the terra efficiency 
is used without qualification it usually means the efficiency ratio 
or potential efficiency rather than the thermal efficiency. 

It is clear that the useful criterion of the performance of an 
engine is the ratio 772,. W e have 


Vb = ViX Vm- 


Of the heat q supplied, only the heat could be trans- 
formed into work by the ideal engine using the Rankine cycle ; 
hence the heat qj^ rather than the total heat q should be charged 

q 

to the engine. The ratio t?.- = — is a measure of the extent to 


wliicli the engine transforms into work the heat that may 
possibly be thus transformed ; it may be called the cylinder 
eficiency. The ratio 77 ^ measures the mechanical perfection of 
the engine. Hence, the product iji x measures the perform- 
ance of the engine both from the thermodynamic and the 
mechanical standpoints. 

The efficiencies and may be given other equivalent defi- 
nitions that are frequently useful. 


Let Nji = steam consumption of ideal Rankine engine per 
h. p.-hour. 

Na — steam consumption per h. p.-hour of actual engine. 
iV^ = steam consumption per b. h. p.-hour of actual 
engine. 


Then 


Nr Na 


Example. An actual engine operating under the conditions defined in 
the exam 2 fie of Art. 169 shows a steam consumption of 14-.1 lb. per i. h. j).- 
hour and 18 lb. per b.h. p.-hour. Since for the ideal engme the steam 
consumption is 9.35 lb. per h. p.-hour, we have 

>)< = 111=0.663, and .,. = 2^ = 0.52. 


EXERCISES 

In Ex. 1 to 5 find the heat transformed into work, efficiency, and steam 
consumption per h. p.-hour. 

1. Carnot cycle, pj = 110 lb., = 15 lb. absolute, = 0.85. 

2. Rankine cycle, same data as in Ex. 1. 

3. Rankine cycle, = 110 lb., P 2 = 5 in. of mercury, steam superheated 
to 450° F. 

4. Rankine cycle p^ = 110 lb., pz = 15 lb., x^ = 0.85 and adiabatic ex- 
pansion carried to 27 lb. per square inch. 

5. Data the same as Ex. 4 except that steam is not cut off. 

6. Let P 2 be fixed at 5 in. of mercury. Take Xi, — 1 and draw a curve 
showing the relation between -q and pi. Rankine’s cycle. 

7. Taking the data of Ex. 2, find the increase of available heat and effi- 
ciency when a condenser is attached andpz is lowered to 5 in. of mercury. 

8. Make the same calculation for the cycle with incomplete expansion, 


y. JLUe emciency 7 }{ oi an engine is u.un anu rne ineenanie.u eimnenny jh 
0.85. If the heat transformed into work by the ideal Rankine engim; is 
190 B. t. u. per pound, what is the steam consumption of tlie actual engine 
per b. h. p.-hour? 

10 . The steam consumption of a Rankine engine is 9.2 lb. p(!r h. p.- 
hour, and the efficiency ratio 77 , is 0.70. Find the heat transformed into 
work by the actual engine per pound of steam. 

The Steam Turthne 

175. Comparison of the Steam Turbine and Reciprocating En- 
gine. — The essential distinction between the two types of' 
vapor motors — turbines and reciprocating engines — lies in 
the method of utilizing the available energy of tlic working- 
fluid. In the reciprocating engine this energy is at once util- 
ized in doing work on a moving piston ; in the turbine there is 
an intermediate transformation, the available energy being first 
transformed into the energy of a moving jet or stream, which is 
then utilized in producing motion in the rotating element of the 
motor. 

While the turbine suffers from the disadvantage of an tidded 
energy transformation with its accompanying loss of el’liciency, 
it has a compensating advantage mechanically. With any 
motor the work must finally appear in the rotatioii of a sliaft. 
Hence, intermediate meclianism must be employed to transform 
tlie reciprocating motion of the piston to tlie rotation reej^uired. 
Evidently this is not the case witli tlie turbine, wliicli is thus 
from the point of view of kinematics a much more simple ma- 
chine than the reciprocating engine. Many attempts have been 
made to construct a motor (tlie so-called rotary engine) in 
which both the intermediate mechanism of the reciprocating en- 
gine and the intermediate energy transformation of the turbine 
should be obviated. These attempts have uniformly resulted 
in failure. 

With ideal conditions it is easily shown that the two methods 
of working produce the same available work and, therefore, 
give the same efficiency with the same initial and final con- 
ditions. Thus the Rankine ideal cycle. Fig. 102, gives the 
maximum available work per pound of steam of a reciprocatinor 
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engine with the pressures and jpg* likewise gives (Art. 
152) the kinetic energy per pound of steam of a jet flowing 
without friction from a region in which the ijressure is p-^ into 

2 

a region in which it is p,^. Hence if this kinetic energy - — 

is wholly transformed into work, the work of the turbine j)er 
unit weight of fluid is precisely equal to that of the reciprocat- 
ing engine. Under ideal conditions, therefore, neither type of 
motor has an advantage over the other in point of efficiency. 

Under actual conditions, however, there may be a consider- 
able difference between the efficiencies of the two types. Each 
type has imperfections and losses peculiar to itself. The re- 
ciprocating engine has large losses from cylinder condensation ; 
the turbine, from friction between the moving fluid and the 
passages through which it flows. It is a question which set of 
losses may be most reduced by careful design. 

Aside from tlie question of economy, the turbine has certain 
advantages over the reciprocating engine in the matters of 
weight, cost, and durability (associated with certain disadvan- 
tages) and these have been sufficient to cause the use of tur- 
bines rather than reciprocating engines in many new p)Ower 
plants and also in some of the recently built steamships. 


176. Classification of Steam Turbines. — Steam turbines may 
be divided broadly into two classes in some degree analogous 
to the impulse water wheel and the water tur- 
bine, respectively. In the first class, of which 
the de Laval turbine may be taken as typical, 
steam expands in a nozzle until the pressure 
reaches the pressure of the region in which the 
turbine wheel rotates. The jet issuing from 
the nozzle is then directed against the buckets 
of the turbine wheel. Fig. 109, and the impulse 
of the jet produces rotation. It will be noted 
that with this type of turbine only a part of the 






Fig. 109. 


The pressure of the steam is reduced during the 
passage through the blades both in the guide and 
turbine wheels. In the turbine of the first type all 
the available internal energy of the steam is trans- 
formed into kinetic energy of motion before the 
steam enters the turbine wheel, while in the turbine 
of the second type part of the internal energy is 
transformed into work during the passage of the 
fluid through the wlieel. 

The terms impulse and reaction have been used 
Fig. no. to designate turbines of the first and second class, 
respectively. Since, however, impulse and reaction 
are both present in each type, these terms are somewhat mis- 
leading, and the more suitable terms velocity and pressure have 
been proposed. Thus a de Laval turbine is a velocity turbine ; 
a Parsons turbine is a pressure turbine. 

177. Compounding. — The high velocity of a steam jet result- 
ing from a considerable drop of pressure renders necessary 
some method of compounding in order that the peripheral 
speed of the turbine wheels may be kept within reasonable 
limits without reducing the efficiency of the turbine. With 
velocity turbines three methods of compounding are employed. 

1. Pressure Qompounding, The total drop of pressure 
may be divided among several wheels, thus reducing the jet 
velocity at each wheel. If, for example, the change of heat 
content is i\—i<i and the expansion takes place in a single 
nozzle, the ideal velocity of the jet is w = V 2 — 4) ; 

if, however, i^ — i^ is divided equally among n wheels, the jet 

velocity is reduced to w = ({^ _ . The general arrange- 

ment of a turbine with several pressure stages is shown in 
Fig. 111. Steam passes successively through orifices Wg, 

etc. in partitions 5^, Sg, etc., which divide the interior of the 





passing through the orifice the pres- 
sure drops from jtJg to p^-, as a result 
the velocity is again increased and the 
jet passes through the second wheel. 

The pressure and velocity changes are 
shown roughly in the diagram at the 
bottom of the figure. 

The method of compounding here 
described is called pressure compound- 
ing. Each drop in pressure constitutes 
a pressure stage. 

2. Velocity Compounding. The steam 
may be expanded in a single stage to 
the back pressure p^^ thus giving a rela- 
tively high velocity ; and the jet may 
then be made to pass through a suc- 
cession of moving wheels alternating 

with fixed guides. This system is shown diagrammatically in 
Fig. 112. The jet passes into the first moving wheel, where 
it loses part of its absolute velocity, as indicated by the 
velocity curve w. It then passes through 
the fixed guide with practically con- 
stant velocity and has its direction 
changed so as to be effective on enter- 
ing the second moving wheel. Here 
the velocity is‘ again reduced and the 
decrease of kinetic energy appears as 
work done on the wheel. This process 
may be again repeated, if desired, by 
adding a second guide and a third wheel. 
However, the work obtainable from a 
wheel is small after the second moving 
wheel is passed, and a third wheel is 
not usually employed. 

3. Qomhination of Pressure and Velocity Compounding. Evi- 
dently the two methods of compounding may be combined in a 



Fig. 112. 



live sets 01 nozzles aeiivering steam to a corresponaing numoer 
of wheels running in separate chambers, and each wheel has 
two sets of blades separated by guide vanes. 

Pressure turbines are always of the multiple pressure-stage 


type, and the number of stages i 



this type of turbine is, however, 
last stages. 


large. The arrangement is 
that shown in Fig. 113. 
The steam flows through 
alternate guides and moving 
blades, its pressure falling 
gradually as indicated by 
the curve •p'p. The absolute 
velocity of flow increases 
through the flxed blades 
and decreases in the moving 
blades as indicated by the 
velocity curve ww. This 
curve, it will be observed, 
rises as the pressure falls 
much as if the turbine were 
a large diverging nozzle. 
The . steam velocity with 
relatively low even in the 


178. Work of a Jet. — While the problems relating to the 
impulse and reaction of fluid jets belong to hydraulics, it is 
desirable to introdiice here a brief discussion of the general case 
of the impulse of a jet on a moving vane. 

Let the curved blade have the velocity g in the direction in- 
dicated, Fig. 114, and let w-^ denote the velocity of a jet directed 
against the blade. The velocity Wj is resolved into two compo- 
nents, one equal to c, the velocity of the blade, the other, there- 
fore, the velocity of the jet relative to tlie blade. The angle 
of the blade and the velocity g should be so adjusted that the 
direction of a-^ is tangent to the edge of the blade at entrance. 



Tlie jet leaves the blade with a relative velocity equal in 
magnitude to neglecting friction, but of less magnitude if 
friction is taken into account. This velocity combined with 
the velocity c of the blade gives the absolute exit velocity Wg* 
It is convenient to draw all the velocities from one point 0 as 
shown in the velocity diagram. 

The absolute entrance and exit velocities and Wg 
resolved into components and in the direction of the 
motion of the vane 
and w-^' and at ° 

right angles to this 
direction, that is, 
parallel to the axis of J/ 

the wheel that carries ||| .-■‘‘‘"'''i \ — ^ ^ 

the vane. These — Im h ^ 

latter may be termed Vl - 

the axial components, 

the former tlie pe- 

ripheral components. 

The driving impulse ^ \ 

of the jet depends Fio. m. 

upon the change in 

the peripheral component only. To deduce an expression for 
the impulse we proceed as follows : 

Let Am denote the mass of fluid flowing past a given cross 
section in the time At ; then the stream of fluid in contact 
with the blade may be considered as made up of a number of 
mass elements Am, and in the time element At one mass ele- 
ment enters the vane with a peripheral velocity Wj' and another 
leaves it with a peripheral velocity The effect is the same 
as if a single element Am by contact with the blade had its 
velocity decreased from lu^ to in the time At. From the 
fundamental principle of mechanics, the force required to pro- 
duce the acceleration ..- ^h ig 


p = Am 


rni. • 


; an equal ana opposite lorce is, tnereiore, tne impulse or 
Aw on the vane. 

If M denotes the weight of steam flowing per second, then 

Aw = ^Af, and we have for the force exerted by the jet on 
9 

the vane in the direction of the velocity <?, 

'P = ~(w-l ( 2 ) 

9 

Evidently this equation holds equally well when the weight M 
flowing from the nozzle is divided among several moving vanes. 

The product pc of the peripheral force and peripheral veloc- 
ity of vane gives the work per second; therefore, 

work per second = — (w/ — Wg'), (3) 

9 

and 

work per pound of fluid = - (w-^ — (4) 

9 

When, as is usually the case, the direction of w^' is opposite 
to that of the sign of must be considered negative and 
the algebraic difference in (2), (3), and (4) becomes 

the arithmetic sum w-^ -f 

179. Single-stage Velocity Turbine. — In analyzing the action 
of the single-stage velocity turbine, it is convenient to start 

with an ideal frictionless tur- 
bine and then take up the 
case of the actual turbine. 

Let the jet emerge from 
the nozzle with the velocity 
Wp Fig. 115, at an angle a 
with the plane of the wheel. Combining with <?, the periph- 
eral velocity of the blade, the velocity a-^ of the jet relative 
to the blade is obtained. The angle /3 between the direction 
of aj and the plane of the wheel determines the angle of the 
blade at entrance. If the blade is symmetrical, the exit relative 
velocity makes the same angle /3 with the plane of the wheel, 
and since the frictionless case is assumed, = a^. Combining 
«2 and (?, the result is the absolute exit velocity w^. 



Fig. 115, 



%H) ^ 

The energy of the jet with the velocity is ^ per pound 

%g 

9j0 ^ 

of medium flowing ; and the jet at exit has the energy ^ . 

The work absorbed by the wheel per unit weight of steam in 
this ideal frictionless case is, therefore, 


W-- 




iv^ 


( 1 ) 


and the ideal efliciency is 


From the triangle OAJEJ, Fig. 115, we have 

= w-^ + (2 oy — 2 Wj(2 o') cos a ; 
whence w-^— w,y = o cos a — c^). 

Combining (2) and (4), we get, 


( 2 ) 


( 3 ) 

(^) 


77 = 4— ("cos a — (5) 

tvy 

Equation (5) shows tliat the efficiency is greater the smaller 
the angle a ; and that with a given constant angle a, the effi- 
ciency depends upon the ratio — . It is readily found that rj 

• • G 

takes its maximum value ?7„,ax = cos^ cc when the ratio — takes 


the value cos a. 


As an example, let a = 20°, whence cos a =0.9397 and cos'^a= 0.833. If 
w = 3600 ft. per second, then to get the maximum efficiency 0.883, the ratio 

r 1 

— must be - cos cc = 0.17, whence c = 0.17 x 3600 = 1692 ft. per second, a 

wi 2 

value too high for safety. If c be given the permissible value 1200 ft. per 
second, we have — = and 7 / = 1 x | (0.9397 — 0.3333) = 0.809. 

In the actual turbine, friction in the nozzle and blades reduces 
the efficiency considerably below the value given by (6) . The 
velocity diagram with friction is shown in Fig. 116. The ideal 


actual jet velocity w-^ eumuiueu witu veiuuity u^iveo tiic icittuivc 
velocity as before. The exit relative velocity is smaller 

than because of friction 
in the blades, and as a 
result the absolute exit ve- 
locity is smaller than in 
the ideal case. 

The work per pound of 
steam may be found from ’ 
the velocity diagram either by calculation or by direct measure- 
ment. Having the components w-l and the work per 
pound of steam is given by the expression 



W =- (wJ — Wo')- 

g 


This work may be compared with the work obtained from the 
ideal frictionless turbine given by (1) or with the energy of 


the jet per pound of steam, namely 


Vll 

’ 


180. Multiple-stage Velocity Turbine. — In the Rateau turbine 
and in others of similar construction, the principle of pressure 
compounding is employed. The turbine consists essentially 
of several de Laval turbines in series, running in separate cham- 
bers. See Fig. 111. The action of this type of turbine is con- 
veniently studied in connection with a Mollier diagram, Fig. IIT. 

Let the initial state of the steam entering the turbine 
at the pressure be that indicated by the point A. If 2h 
is the pressure in the first chamber, a frictionless adiabatic 
expansion from jpj to represented by AB^ and the 

decrease in the heat content ^ is represented by the 
length of the segment AB. Under ideal conditions, this 
drop in the heat content would all be transformed into 
kinetic energy of the jet of steam flowing into the chamber, 
and this in turn would be given up to the wheel. Actu- 
ally, however, friction losses are encountered and the jet 
has an exit velocity Wg, thereby carrying away the kinetic 


energy 


The velocity diagram for the single wheel under 



consideration is similar to that shown in Fig. 116. The work 
lost in overcoming friction in the nozzles and blades and the 

exit energy are transformed into heat, and this heat, except 

a small fraction that is radiated, is expended in further super- 
heating (or raising the quality of) the steam. Hence, instead 
of the final state we have a final state 0 on the same con- 
stant-pressure curve. Referring to Fig. 117, AQ’ represents 



the part of the heat drop that is utilized by the wheel, while 
Q'B represents the part that is rendered unavailable by internal 
losses of various kinds. 

The steam in the state Q flows into the second chamber where 
the pressure is 'p^ Frictionless adiabatic ex^Dansion would give 
the second state T), but the actual state is represented by the 
point B. Again CB' represents the effective drop of heat con- 
tent in this stage, while BB represents the part of the drop 
going back into the steam. 

The same process is repeated in succeeding stages until 
finally the steam drops to condenser pressure in the last stage. 
The final state is represented by the point and the curve 
ABK represents the change of state of the steam during its 
passage through the turbine. The final state under ideal fric- 
tionless conditions is represented by point M. The segment 
AM represents the ideal heat drop, which, as has been shown, is 





AN represents the heat drop utilized. The ratio — — de- 
pends upon the magnitude of the internal losses, such as friction 
in nozzles and blades, leakage from stage to stage, windage, 
exit velocity, etc. Roughly, this ratio may lie between 0.60 
and 0.80. 


181. Turbine with both Pressure and Velocity Stages. — In 

certain turbines, notably the Curtis turbine, velocity compound- 
ing is employed. There are relatively few (three to seven) 



pressure stages, 
but in each cham- 
ber there are two 
or three rows of 
moving blades at- 
tached to the 


Fig. 118. 


wheel rim and 


these are sepa- 
rated by alternate rows of guide blades, as shown in Fig. 112. 

The velocity diagram for a single pressure stage with two 
velocity stages is shown in Fig. 118. The velocities in relation 
to the successive sets of blades are shown in Fig. 119. The jet 
emerges from the nozzle with an absolute velocity which is 
smaller than the ideal Wq 
because of friction in the 
nozzle. Combining with 
the peripheral velocity c of 
the first moving blade the 
result is the velocity of 
jet relative to blade The 
angle a between a-^ and the 
plane of rotation is the proper 
entrance angle of the blade 
rriy The exit relative velocity ag? which is smaller than 
due to friction in the blade, is combined with the velocity c, 



Fig. 119. 


giving the absolute exit velocity Wg which makes the angle /3 


with the plane of rotation. The jet enters the stationary 


guide blade s with the velocity and emerges with a smaller 


blade Combination of ■with g gives the relative 

velocity and the entrance angle 7 for the blade m^. The 
exit velocity is determined from and the friction in the 
blade, and by combining and c, the absolute exit velocity 
is obtained. 

In the diagram, Fig. 119, the blades have been taken as 
symmetrical. Sometimes, however, the exit angles of the last 
sets of blades are made smaller than the entrance angles. The 
diagram can easily be modified to suit this condition. 

The work per pound of steam for this wheel is readily deter- 
mined from the velocity diagram. From the first set of blades 

Wj the work — WgO and from the second set of blades 

the work -(wJ — is obtained. Hence the total work per 
9 

pound of steam is 

W= - (w' - 10 ^' -!- tv s' - w/) . (1) 

9 

Care must be taken that iv^' and be given their proper alge- 
braic signs. 

The state of the fluid as it passes through the turbine may 
be shown by the Mollier diagram precisely similar to that 
shown in Fig. IIT. Starting with an initial state indicated by 
point A, the available drop from the initial pressure to the 
pressure ^he first chamber is represented by AB. The 

heat utilized in useful work W as given by ( 1 ) is represented 
by AO'. Hence projecting O' horizontally to 0 on the line of 
constant pressure p^., we get the state of the steam as it enters 
the second stage nozzles. 

182. Pressure Turbine. -—In the pressure type of turbine 
there is always a large number of stages, the guide blades Und 
moving blades alternating in close succession. The fact that 
the pressure falls continuously, both through the guide blades 
and the moving blades, makes the velocity diagram essentially 
different from that of the velocity turbine, lief erring to Fig. 120, 
let denote the absolute velocity of the steam entering the 


stationary Diaae Sj, ana ^2 aosoiute exir veiocicy. ri uuere 
were no, change of pressure, would be smaller than be- 
cause of friction ; but the drop in pressure Ay? causes a decrease 
in heat content Az, and as a result, there 
is an increase of velocity given by the 
I relation 

'' VV = ^(1 - y) A^ 


iihM Thus the exit velocity Wg is greater than 

^jr A cT^ the entrance velocity Combining 

with c, the velocity of the moving blade, 

we obtain ag, the velocity of entrance 
^ relative to the moving blade. Now the 

pressure drops through the moving 
blades also ; hence as a result the velocity of exit a 2 is greater 
than j^^st as eiJg, is greater than w^. Combining ag with o, 
the result is the absolute velocity of entrance into the 
next row of fixed blades. 


The work done in any single stage, consisting of one set of 
stationary blades and one set of moving blades, is obtained from 
the velocity diagram for that stage in the usual way. Thus, 
if we have the diagram shown in 
Fig. 120 for a particular stage, 
the work per pound of steam 
for that stage is given by the 
product 

If the fixed and moving blades 
have the same entrance angles 
and exit angles, it may be as- 
sumed that the velocity diagram 
has the symmetrical form shown in Fig. 121 ; that is, 
and Wg — case, the work may be obtained by a simple 

graphical construction. Using point B as a center and with a 
radius BA let a circular arc ADChQ described and from ^let 



a perpendicular be dropped cutting this arc in i). Denoting the 
length BB by we have 



= AE y, EGr = G (iv^' — 

It follows that the work per pound of steam is given by the 
^2 

expression — provided h is measured to the same scale as the 

9 

velocity vectors w^. 

183. Influence of High Vacuum. — In Art. 172 it was pointed 
out that the reciprocating engine is unable to take advantage 
of a very low back pressure for the reason that the cylinder 
volume cannot be made sufficiently large to permit the expan- 
sion of the steam to the condenser pressure. No such restriction 
applies to the steam turbine. The blades in the final stages 
may be made long enough to pass the required volume of steam 
at the lowest pressures obtainable. The advantage of the tur- 
bine in this respect is shown graphically in Fig. 107. Since 
the cylinder volume of the reciprocating engine is limited to 
the volume indicated by the point E^ the effect of lowering the 
back pressure from to p^ is the addition of the area E’DEF' 
to the area of the original cycle. The turbine, however, can 
accomodate volumes indicated by points 0 and C ' ; hence if the 
pressure is lowered from p^ to p^^ the area of the ideal cycle is 
increased by the area E'EQQ'. It is evident, therefore, that 
high vacuum is much more effective in tlie case of the steam 
turbine than in the case of the reciprocating engine. 

The superior efficiency of the steam turbine at low pressures 
and the ability of the turbine to make effective use of high 
vacuum has led to the introduction of the low-pressure turbine 
in combination with the reciprocating engine. The engine 
takes steam at boiler pressure and exhausts into the turbine at 
about atmospheric pressure. In general, the combination is 
more efficient than either the engine alone or the turbine alone 
using the entire range of pressure. 

EXERCISES 

1 . In a single-stage velocity turbine the jet emerges from the nozzle v’ith 
a velocity of 3150 ft. per second and the direction of the jet makes an angle 

OOlO 4-'Urt -Y-vIi-k II y-vP -My-whn /xT ^ T7 T 1 1 yl flTCi 1 1'/^ 11 lITFrtl’fiin f 1 0 1 TTol nr»1 


that will give maxiinum efficiency, (b) Find the efficiency if the circum- 
ferential velocity is 1100 ft. per second. 

2. Find the work per pound of steam in case (b) of Ex. 1. 

3. Using the data of Ex. 1 and 2 assume that the exit relative velocity is 
reduced 10 per cent by friction in the blades. Draw a velocity diagram and 
by measurement or calculation find the work done per pound of steam. 
Compare this result with that found for the ideal frictionless case. 

4 . A reciprocating engine receives steam at a pressure of 160 lb. p»er 
square inch, superheated 120'^. The steam expands adiabatically to a pres- 
sure of 16 in. of mercury and is then discharged into a low pressure turbine 
where it expands adiabatically to a pressure of 2 in. of mercury. Find the 
percentage by which the efficiency is increased by the addition of the tur- 
bine. Assume ideal conditions. 

5 . A turbine of the Curtis type has three pressure stages. The initial 
pressure is 140 lb. with the steam superheated 120° F., and the condenser 
pressure is 3 in. of mercury, The loss of energy due to friction, etc., is 30 
per cent of the total available energy, (a) Find the condition of the steam 
entering the condenser, (b) Find the consumption per h. p.-hour. (c) 
Determine the intermediate pressures in the cells on the assumption that the 
work developed in each stage shall be approximately the same. 

Rbfigeration" with Vapor Media 

184. Compression Refrigerating Machines. — The essential 
organs of a compression machine using vapor as a medium 

are shown in Fig. 
122. The action of 
the machine may be 
studied to advan- 
tage in connection 
Avith the TS^-din- 
gram, Fig. 123. 
The medium is 
drawn into the 
compressor cylinder 
through the suction 
pipe from the coils 
in the brine tank. 
It may be assumed that the medium entering is in the saturated 
state at the temperature which may be taken equal to the 





To 


i-iig. lAd. Ihe vapor is compressed adiabatically to a final 
pressure wliich is determined by the upper temperature 
that may be obtained with the cooling water available. The 
adiabatic compression is represented by B Q. The superheated 
vapor in the state Q is discharged into the coils of the cooler 
or condenser, where heat is abstracted from it. The coils are 
surrounded by cold water which ^ 

flows continuously. First the 
gas is cooled to the state of 
saturation; this process is rep- 
resented by the curve CD, and 
the heat abstracted by the area 
C-^ CDDj. Then heat is further 
removed at the constant tern- ll\ 
perature Dg (and pressure p^ 
and the vapor condenses. At 
the end of the process, the 
medium is liquid and its state 
is represented by the point E 
on the liquid curve. 


F\ 


A 


T, 



Ctj EyAl 


Di 0 ^ 


Fiq. 123. 


It should be noted that there are two parts of the fluid circuit ; 
one including the discharge pipe and coils at the higher pres- 
sure ^ 2 ’ and one including the brine coils and the suction pipe 
at the lower pressure py These are separated by a valve called 
the expansion valve. The liquid in the state reiiresented by 
point E is allowed to trickle through the valve into the region 
of lower pressure. The result of this irreversible free expan- 
sion is to bring the medium to a new state represented by point 
A. In this state the medium, which is chiefly liquid with a small 
percentage of vapor, passes into the coils in the brine tank or 
in the room to be cooled. The temperature of the brine being 
higher than that of the medium, heat is absorbed by the medium, 
and the liquid vaporizes at constant pressure. This process is 
represented by the line AB and the heat absorbed from the 
surrounding brine by the area A-^ABC^. 

The position of the point A is determined as follows : The 
passage of the liquid through the expansion valve is a case of 
throttlins^ or wiredrawine* of the character discussed in Art. 162. 



Hence, tlie lieat content at A must be equal to the heat content 
at jE', that is, 

Graphically, the area ORCrAA^ is equal to the area ORJEE^; or 
taking away the common area ORCrEE^, the rectangle E-j^FAA-^^ 
is equal to the triangle GrEF. (See Art. 162}. 

Since the throttling process represented by EA is assumed to 
be adiabatic, the work that must be done on the medium is the 
difference between Qi, the heat absorbed, and the heat rejected 
to the condenser. We have then 

= area CDEE-^, 

= area Aj^AE 6^, 

W = area OFEE^ — area A-^AB (7^ 

= ii.xQ?,BGDEE^A^AB 
~ area BGDEGrB. 

If the expansion valve be replaced by an expansion cylinder, 
XJermitting a reversible adiabatic expansion from yig "to jPi, as in- 
dicated by the line EF, we have 

(?2 = ai’ea GBEE^^ 

= area E-^FB (7^, 

W=^ area BGDEFB. 

The effect of using the ex^cansion valve rather than the expansion 
cylinder is thus to decrease the heat removed by the area E-j^FAA-^ 
and to increase the work done by an equivalent amount. 

185. Vapors used in Refrigeration. — The three vax)ors that are 
used to any extent as refrigerating media are ammonia, sulphur 
dioxide, and carbon dioxide. Of these, ammonia is used almost 
exclusively in America and largely in Europe. The other two 
are used to a small extent chiefly in Europe. 

The choice of vapor to be used depends chiefly ux)on two things : 
(1) The suction and discharge pressures that must be em^floyed 
to give jDi’oper lower and upper temperatures and T^. The 
lower temperature must be such as to keep the proper temperature 
in tlie brine or the sx)ace to be kept cool, while the upicer 
temnerature is fixed bv the temoerature of the coolincj’ water 



ailablo,. ( 2) The volume of the medium required for a given 
louiit of refrigeration. This determines the bulk of the 
lUihine. 

If tlie uj)})er temperature be taken as 68° F. = 528) and 
e lower tem[)erature as 14° F., the pressures and the volume 
lies for tin; three vapors mentioned are about as follows: 



Nila 

SO. 

COj 

(^liioii lb. ]>tir Sip in. 

41.5 

14.75 

385 

sihi.'irgii prcssnrn. lb. ikm' h(|. iii. 

124 

47.61 

826 

)lumi!, biking Unit of ;i.s 1 

4.4 

12 

1 


It appears tliat earbon dioxide requires for proper working 
iiy high ])ressures, so high, in fact, as to be practically prohib- 
V(5 (!xe(!pt in machines of small size. With sulphur dioxide 
e, pressures are low, but the necessary volume of medium is 
gh, l)oing muirly three times that required by ammonia and 
.u4 v(i tinuis tliat re(]uired by carbon dioxide. With ammonia, 
e. ])iHissures are reasonable and the volume of medium is not 
:eessive; hence from these considerations, ammonia is seen to 
! most advantagiious. 

From the ])oint of view of economy, ammonia and sulphur 
oxide arl^ about ecpial. Carbon dioxide shows a somewhat 
laller (hluueney than the otliers under similar conditions be- 
lUse, on account of the small latent heat of carbon dioxide, the 
sses due to superheating and the passage through the expan- 
jii valve are a larger per cent of the total effect. 

186. Calculation of a Vapor Machine.— The following analysis 
)plu;s to the ideal cycle shown in Fig. 123. Denoting by 2^, 
LO temperature at the end of compression indicated by the 
)int C, the heat that must be removed per minute from the 
iperluuitcd vapor to bring it to the saturation state (the eat 
qu'esented by the area QiODB-j) is 

L wliich denotes the specific heat of superheated 
?; the weight of the medium required per minute, r le lea 
geeted by the vapor during condensation (area ^ i) i 
fn,. lienee the heat rejected by the medium per minute is 

rm ^ 'T M. (1) 


VI /T r 


Denoting by the quality of the mixture of liquid and vapor 
in the state represented by point A, we have for the heat ab- 
sorbed by the medium from the brine or cold room (repre- 
sented by the area A^^AJB 0-^) 

Qi — x^'). ( 2 ) 

But area OHGf-AA^ — area OHEJE^^ that is, 

= <1 ^ ; (^) 

whence combining (3) and (2), 

Q, = df (r, - + q’) = M^q,’^ - q^). (4) 

The work required per minute is, therefore, 

W=J(^Q^-~QO = J'M\_q^'’-q^' + c,iT^- ^ 2 )], (5) 

and the net horsepower required to drive the machine is, 


Combining (6) and (4), we have 

To the horsepower thus calculated should be added perhaps 
10 to 20 per cent to allow for imperfections of the cycle, and to 
the gross horsepower must be added 10 to 20 per cent to allow 
for the friction of the mechanism. 

Assuming the vapor entering the compressor to be dry and 
saturated, as indicated by point B, Fig. 123, the volume of 
vapor entering the compressor per stroke is 


V-^ 

N 


( 8 ) 


where v^' is the specific volume of vapor at the pressure j>i 
and N the number of working strokes per minute. If the 
medium enters the compressor as a mixture of quality as in- 
dicated by point iH^r, then approximately 


jsr ‘ 


( 9 ) 


The net cylinder volume as determined by C84 or (9) must 



The weight of cooling water required per minute is readily 
found from (1) when the initial and final temperatures of the 
water are fixed. Denoting this weight by G- and the initial and 
final temperatures by t” and respectively, we have 

a(t” (10) 

To determine the value of from (1) the temperature at 
the end of compression must be obtained. For adiabatic com- 
pression may be found by the following method. Eeferring 
to Fig. 123, the decrease of entropy in passing from (7 to D is 
the same as passing from B to B. If Cp^ the specific heat along 
curve CD, is assumed to be constant, we have 


But 

hence 


Tc 

^ d ~ ^^§"3 rjt ' 

•^2 


Sfi — = s/ 4- ^ — {^<1 + 

log. ^ ~ (^'2 + • 


( 11 ) 


Since s^', Sg, and are known quantities, is 

easily calculated. 


Example. Required the dimensions and the horsepower of an ammonia 
refrigerating’ machine that is to abstract 15,000 B. t. u. per minute from a 
cold chamber which is to be kept at a temperature of 30° E. The tempera- 
ture of the ammonia in the condenser may be taken as 85° F. and that of 
the ammonia in the brine coils 20° F. Assume one double-acting com- 
pressor making 75 r. p. m. 

From the table of the properties of saturated ammonia, we have the fol- 
lowing values corresponding to h = 20° and t -2 = 85° ; 

pi = 47.46 lb. per square inch, ri = 5G0 B. t. u., qi = — 13 B. t. u., 


qi" = 547 B. t. u., si' = - 0.027, = 1.168, Vi" = 6.01 cu. ft., 

Tx 

P 2 = 166.8 lb. per square inch, ro = 496 B.t. u., q^ = 61 B. t.u., 


^ 2 " = 557 B.t.u., s/ = 0.118, 


= 0.910, ro" = 1.78. 
Ti 


end of compression, we have, from (11), 

0.51 loge = - 0.027 + 1.168 - (0.118 + 0.910)= 0.113, 
whence log Tc — log 544.6 -1- 0.4343 x = 2.83231, 

n= 079.7, 

and 4 = 679.7 - 459.6 = 220.1" F. 

The weight of ammonia that must be circulated per minute is, from (4), 



1.5000 
547 — 61 


= 30.86 lb. 


The net horsepower is, from (6), 


778 >< ... ^ 0 i§ 0r557 _ 547 + 0.51(220.1 - 85)] = 57.4. 
33000 ^ ^ 


Adding 15 |)er cent for cycle imperfections, the compressor will requii 
about 66 horsepower. The steam engine required to drive the compressc 
should develop, say, 80 horsepower. 

The volume of the compressor cylinder is, from (8), 


30.86 X 6.01 
2 X 75 


= 1.24 cu. ft. 


Adding 15 per cent for clearance, etc., the required volume is 1.43 cu. f 
This is given by a stroke of 20 in. and a cylinder diameter of 12j in. 


TABLE I 


Properties of Saturated Steam 


U Eb 

K O 

D 07 

03 U 

w 5 ‘ 

P 

Temp. 

Fahu. 

t 

Heat Content 

Latent Heat 

j Entropy 

VoLuaiE 

OF ONE 

Pound 

V 

of Liquid 

i' 

of Vapor 

i" 

Total 

r 

Internal 

P 

of Liquid 

s' 

of Vapor- 
ization 

r 

T 

of Vapor 

s ” 

0.6 

58.81 

26.9 

1087.1 

1060.2 

1002.9 

.0532 

2.0431 

2.0963 

1259.3 

1.0 

79.12 

47.2 

1096.7 

1049.5 

989.8 

.0916 

1.9482 

2.0398 

656.7 

1.6 

91.90 

59.9 

1102.5 

1042.6 

982.2 

.1150 

1.8905 

2.0055 

443.0 

2.0 

101.27 

69.2 

1106.6 

1037.4 1 

975.9 

.1317 

1.8497 

1.9814 

338.3 

2.6 

108.81 

76.7 

1109.9 

1033.2 

970.8 

.1451 

1.8178 

1.9629 

274.3 

3.0 

116.15 

83.1 

1112.7 

1029.6 

966.5 

.1561 

1.7915 

1.9476 

231.2 

3.6 

120.63 

88.5 

1115.0 

1026.5 

962.8 

.1656 

1.7692 

1.9348 

200.1 

4.0 

125.48 

93.4 

1117.1 

1023.7 

959.5 

.1739 

1.7497 

1.9236 

176.6 

4.6 

129.85 

97.7 

1118.9 

1021.2 

956.5 

.1813 

1.7325 

1.9138 

158.1 

5.0 

133.81 

101.7 

1120.6 

1018.9 

953.7 

.1880 

1.7170 

1.9050 

143.2 

6 

140.83 

108.7 

1123.4 

1014.7 

948.8 

.1997 

1.6901 

1.8898 

120.7 

7 

146.90 

114.8 

1125.9 

1011.1 

944.7 

.2097 

1.6672 

1.8769 

104.4 

8 

152.28 

120.2 

1128.0 

1007.9 

940.9 

.2186 

1.6473 

1.8659 

92.2 

9 

157.12 

125.0 

1130.0 

1005.0 

937.5 

.2265 

1.6296 

1.8561 

82.6 

10 . 

161.52 

129.4 

1131.7 

1002.3 

934.3 

.2336 

1.6138 

1.8474 

74.8 

11 

165.57 

133.4 

1133.3 

999.9 

931.5 

.2401 

1.5994 

1.8395 

68.38 

12 

169.31 

137.2 

1134.7 

997.6 

928.8 

.2460 

1.5862 

1.8322 

63.03 

13 

172.80 

140.6 

1136.0 

995.4 

926.3 

.2516 

1.5739 

1.8254 

58.48 

14 

176.07 

143.9 

1137.3 

993.4 

924.0 

.2568 

1.5627 

1.8195 

54.55 

16 

179.16 

147.0 

1138.5 

991.5 

921.8 

.2616 

1.5522 

1.8138 

51.13 

16 

182.08 

150.0 

1139.6 

989.6 

919.6 

.2662 

1.5423 

1.8085 

48.11 

17 

184.84 

152.7 

1140.6 

987.9 

917.6 

.2705 

1.5330 

1.8035 

45.46 

18 

187.47 

155.4 

1141.6 

986.2 

915.7 

.2746 

1.5242 

1.7988 

43.09 

19 

189.99 

157.9 

1142.5 

984.6 

913.8 

.2785 

1.5158 

1.7943 

40.96 

20 

192.38 

160.3 

1143.4 

983.1 

912.1 

.2822 

1.5079 

1.7901 

39.04 

21 

194.69 

162.6 

1144.2 

981.6 

910.4 

.2857 

1.5003 

1.7860 

37.29 

22 

196.91 

164.8 

1145.0 

980.2 

908.8 

.2891 

1.4931 

1.7822 

35.68 

23 

199.04 

167.0 

1145.8 

978.8 

907.2 

.2923 

1.4862 

1 . 77 S 5 

34.22 

24 

201.10 

169.0 

1146.5 

977.5 

905.7 

.2955 

1.4796 

1.7751 

32.88 

25 

203.09 

171.0 

1147.2 

976.2 

904.2 

.2985 

1.4732 

1.7717 

31.65 

26 

205.01 

173.0 

1147.9 

974.9 

902.7 

.3014 

1.4670 

1.7674 

30.52 

27 

206.87 

174.9 

1148.6 

973.7 

901.4 

.3042 

1.4611 

1.7653 

29.46 

28 

208.68 

176.7 

1149.2 

972.5 

900.0 

.3069 

1.4554 

1.7623 

28.47 

29 

210.43 

178.4 

1149.8 

971.4 

898.8 

.3095 

1.4499 

1.7594 

27.55 










rKESHtlUK 

Lh. J’Klt 




IKid.S 

U()7.:i 

IKu.S 

U()S.:i 

1 lOS.S 

1170.1 

1170.0 

1171.0 

1171.4 

1171.5 

1172.2 

1172.0 

1178.0 
1178.4 
1178.8 

1174.2 

1174.0 

1174.0 

1170.2 

1170.0 
1170.0 
1170.2 



of Liiiuidlof ViiiHirl Toliil I Iiiti-nml 


1100., s 
1102.0 
1108.0 

1 104. 1 

1100.0 

1 100.0 

1 100.. 5 

1107.7 
1 lOS.O 

1100.2 

1100.0 

1 100.7 
1 101.0 
1102.1 
U02.S 


\ (il.f.MW 
I (11' ()NK 

|<il Vfiiior I’lir.Ni) 


1.4 117 
1.4810 
1.4220 
1.4 120 
1.4048 

1.800 1 
1 .8,SS8 
1.8,S00 
1 .878.S 
1.8000 

1.8004 

1.8040 

1.8470 

1.84 10 
1.8802 

1.8807 
1 .8208 
1.820! 
1.8101 
1.8102 

1.80.01 
1.8008 
1 .2008 
1.2018 
1.2870 

1 .2.8.84 

1 .270.8 

1 .27.08 
1.2714 
1.2070 

1 .2088 
1 .2002 
1 . 2.000 
1 . 20.8 1 
1.2100 

1.2108 

1.2420 

1.2807 
1 .2800 
1 .2888 

1.2808 
1 .2272 
1.2248 
1.2218 

1.21.84 


1.7404 

1.7800 

1.781.8 

1.727.8 
1.7240 
1 .7200 
1.7170 

1.7187 

1.7100 

1.7074 

1.7044 

1.7010 

1.00,88 

1. 0001 
1.0080 
1.001 1 
1.0,880 

1 .080;{ 

1.0. 840 
1.0818 
1.0700 
1.0770 

1 .0700 
1.0780 
1.0710 
1.0000 

1 .007.8 

1 .00. 00 
1.0012 
1 .0020 

1.0008 

1.0001 

1 .0070 

1 .0.000 

1.0. 04 1 

1 . 0 . 020 
1.0018 

1.0400 
1.04,84 
1.0471 
1.0400 
1.04 12 





Volume 
OF One 
Pound 


v" 


7.168 

7.057 

6.949 

6.845 
6.744 

6.646 

6.551 

6.459 

6.370 

6.283 

6.198 

6.115 

6.035 

5.957 

5.882 

5.809 

5.737 

5.666 
5.597 
5.530 

5.464 

5.338 

5.219 

5.104 

4.995 

4.890 

4.789 

4.692 

4.599 

4.511 

4.425 

4.343 

4.264 

4.188 

4.114 

4.043 

3.975 

3.909 

3.845 
3.784 

3.724 

3.666 
3.610 
3.555 
3.502 




TABLE II 


BiiopKUTiicH OF Saturated Steam below 212° F. 


I’miM.miiu; 

VomiMK OF 
DNK I’ODNl) ■ 

((,;u. Ft.) 

v" 

Wbioiit of Onb Cubic 
Foot 

Total 

Heat 

9 " 

Latent 

Heat 

r 

Temp. 

Fahr. 

t 

I.ll. piT 

Si|. In. 

P 

O.OSSf) 
().()', XiO 
0.1 ();•;!) 
0.112.') 
0.1217 

0.121.") 

O.M2() 

0.1."):!2 

0.1().^)2 

O.lTSl 

0.1!) IS 
0.20()1 
0.221!) 
0.22Sr) 
0.2.7()2 

0.271!) 

0.2!)1!) 

0.211)1 

0.22.S(i 

0..2()2.'') 

0.2, S7!) 
O.'IMS 
0.1122 
().-l72.'') 
()..50.'‘)1 

0..").2!) 

OSuP) 

0.1)12 

0.()r)2 

O.C)!);') 

0.7.2!) 

0.7.S7 

()..S27 

0..S!)0 

0.!)1() 

Ini'licM 
of J In. 

rounds 

7 

Grains 

0.1. S02 
0.10.2.'') 
0.21 10 
0.22!) 1 
0.2-17S 

0.2077 
0.2.S!)1 
0.21 1!) 
0.2200 
0.2027 

().2!)0.'') 
0.-1202 
0.1.2 IS 
0.2S.20 
()..2217 

0..2.20S 

0.000") 

0.011 

0.0.S!) 

().72S 

0.7.S!) 

0.,S.M 

0.1)02 

0. 001 
1.02!) 

1.0! )S 
1.171 
1.2‘IS 
1.22!) 
1.11.2 

1.200 

1.002 

1 .704 
LSI 2 

1. !)22 

22SS 

2047 

2,S20 

2022 

2427 

2202 

2107 

1!)01 

1.S27 

1702 

I. 2.S7 

14.52 

12.52 
12!)4 
1210 

II. 22 
1000 

!)!)2 

!)2l 

S72 

.S20 

770 

722 

o,so 

02!) 

001.4 
.202.7 
222.2 
.200.S 

471.4 

442.!) 

41S.2 

2!)4.2 

.271.S 

2.20.0 

0.000304 

0.000328 

0.0003.24 

0.000381 

0.000410 

0.000442 

0.(K)047.2 

0.000.210 

0.000547 

0.0005S7 

0.000030 

0.000074 

0.000722 

0.000773 

0.000827 

0.000883 

0.000943 

0.001007 

0.001074 

0.001145 

0.001220 

0.001300 

0.001383 

0.001471 

0.0015(34 

0.001603 

0.0017(38 

0.001879 

0.001997 

0.002121 

0.002253 

0.002391 

0.002537 

0.002690 

0.002850 

2.129 

2.297 

2.477 

2.669 

2.872 

3.091 

3.322 

3.. 570 
3.831 
4.110 

4.411 

4.720 

5.054 

5.410 

5.785 

6.043 

6.604 

7.048 

7.52 

8.02 

8.. 54 
9.10 
9.68 

10.30 

10.95 

11.64 

12.37 

13.15 

13.98 

14.85 

15.77 

16.74 

17.76 

18.79 

19.95 

1073.7 

1074.7 

1075.8 

1076.8 

1077.8 

1078.8 

1079.8 

1080.8 
1081.8 
1082.8 

1083.8 

1084.7 

1085.7 

1086.7 

1087.6 

1088.6 

1089.6 

1090.5 

1091.5 

1092.4 

1093.3 

1094.3 

1095.2 

1096.1 

1097.1 

1098.0 

1098.9 

1099.8 

1100.7 

1101.6 

1102.5 

1103.4 

1104.3 

1105.2 

1106.1 

1073.7 

1072.7 

1071.7 

1070.8 

1069.8 

1068.8 

1067.7 

1066.7 

1065.7 

1064.7 

1063.7 I 

1062.7 
1061.6 
1060.6 

1059.6 

1058.5 

1057.5 

1056.4 

1055.4 

1054.3 

1053.3 

1052.2 

1051.2 

1050.1 

1049.0 

1048.0 
1046.9 

1045.8 

1044.7 

1043.6 

1042.5 

1041.4 

1040.3 

1039.2 

1038.1 

32 

34 

36 

38 

40 

42 

44 

46 

48 

60 

62 

64 

56 

58 

60 

62 

64 

66 

68 

70 

72 

74 

76 

78 

80 

82 

84 

86 

88 

90 

92 

94 

96 

98 

100 


Temp. 

PKESSUnE 

Fahh. 

t 

Lb. per 

Sq. In. 

V 

Inches of 
Hg. 

102 

1.004 

2.044 

104 

1.066 

2.171 

106 

1.131 

2.303 

108 

1.199 

2.441 

110 

1.271 

2.588 

120 

1.689 

3.439 

130 

2.219 

4.518 

140 

2.885 

5.874 

150 

3.714 

7.56 

160 

- 4.737 

9.64 

170 

5.988 

12.19 

180 

7.506 

15.28 

190 

9.335 

90.01 

200 

11.523 

23.46 

'210 

14.122 

28.75 

212 

14.697 

29.92 


Volume of 
One Pound 
(C u. Ft.) 


331.4 

313.2 

296.2 

280.4 
265.6 

203.4 

157.5 
123.1 

97.2 

77.4 

62.09 

50.23 

40.94 

33.60 

27.77 

26.75 



0.003017 

0.003193 

0.003376 

0.003566 

0.003765 

0.004916 

0.00635 

0.00812 

0.01029 

0.01293 

0.01611 

0.01991 

0.02443 

0.02976 

0.03601 

0.03738 


Latent 

Heat 


r 


1037.0 
1035.9 

1034.8 
1033.7 
1032.5 

1026.9 

1021.1 

1015.2 

1009.3 
1003.2 

997.1 
990.9 

984.6 

978.2 

971.7 

970.4 
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Absolute scale, Kelvia’a, 55. 
temperature, 18. 
zero, 18. 

Acoustic velocity, 257. 

Adiabatic change, defined, 40. 
expansion of gas, 103. 

of vapor mixture, 185, 189. 
of superheated steam, 218. 
irreversible, 75. 

of air and steam mixture, 233. 
of superheated steam, approximation 
to, 220. 

of vapor mixture, approximation to, 
190. 

on TS-plane, 70. 

with variable specific heat, 126. 

Air and steam, mixture of, 232, 236. 
compression, 152. 
engine cycles, analysis of, 140. 
engines, classification of, 137. 
moist, constants for, 230. 
moisture in, 228. 
refrigeration, 149. 
required for combustion, 119. 

Allen dense-air refrigerating machine, 
150. 

Ammonia, saturated, 180. 

superheated, 223. 

Andrews’ experiments, 198. 

Atomic weights. 111. 

Availability of energy, 46. 

Available energy of a system, 56. 

Bertrand’s formulas, 168. 

Biot’s formula, 167. 

Boltzmann’s interpretation of the second 
law, 65. 

Boyle’s law, 89. 

Brayton cycle, 145. 

Callendar’s equation for superheated 
steam, 204. 

Calorimeter, throttling, 271. 

Caloric theory, 3. 

Carbon dioxide, saturated, 182. 

Carnot cycle, 50, 134. 

for saturated vapors, 283. 
on 7’5-plane, 73. 
engine, efficiency of, 54. 


Carnot’s principle, 52. 

Characteristic equation, 16. 

of gases, 93, 277. 

surface, 20. 

Charles’ law, 90. 

Chemical energy, 5. 

Clapeyron-Clausius formula, 178. 
Clausius’ equation, 200. 
inequality of, 63. 
statement of the second law, 50. 
Combustion, 117. 
air required for, 119. 
products of, 119. 
temperature of, 127. 

Compound compression of air, 156. 
Compounding of steam turbines, 296. 
Compressed air, 152. 

engines, 158. 

Compression, compound, 156. 

refrigerating machine, 308. 
Conduction of heat, waste in, 57. 
Conservation of energy, 6. 

Constant energy curve of mixture, 187. 
Constant volume curve, 186. 
Continuity, equation of, 244. 
Coordinates defining state of sj^stem, 15. 
Critical states, 197. 

temperature, volume, and pressure, 199. 
Cycle, Carnot, 50, 134. 

Diesel, 146. 

Joule, 145. 

Lenoir, 162. 

Otto, 142. 
processes, 72, 133. 

Rankine, 284. 
rectangular, 73. 

Cycles, isoadiabatic, 136. 
of actual steam engine, 290. 
of air engines, analysis of, 140. 
of gas engines, comparison of, 148. 
with irreversible adiabatics, 75. 
Cylinder efficiency, 293. 

Curtis type of steam turbine, 304. 

Curve, constant volume, of steam, 186. 
of heating and cooling, 70. 
polytropic, 71. 
saturation, 166, 182. 

Curves, specific heat, superheated steam, 
209, 211. 
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INDEX 


Dalton’s law, 114, 228. 

Davis formula for heat content, 177, 274. 
Degradation of energy, 7. 

Degree of superheat, 165, 196. 

De Laval nozzle, 258. 

Derivative 170. 

Design of nozzles, 264. 

Diesel cycle, 146. 

Differential equations of thermodynam- 
ics, 82, 84. 

expressions, interpretation of, 28. 
inexact, 30. 

Differentials of u, i, F and 79 . 
Dissociation, 197. 

Dupr6-Hertz formula, 168. 

Efficiency, conditions of maximum, 135. 
cylinder, 293. 
of Carnot engine, 54. 
potential, 292. 
ratio, 292. 
thermal, 291. 
standards, 291. 

Electrical energy, 5. 

Energy, availability of, 46. 
chemical, 5. 
conservation of, 6. 
degradation of, 7. 
dissipation of, 8. 
electrical, 5. 

Energy equation, 36. 

applied to cycle process, 39. 
applied to vaporization, 170. 
integration of, 38. 

Energy, heat, 3. 

high grade, and low grade, 7. 
mechanical, 2. 
of gases, 97. 

of saturated vapor, 172. 
of superheated steam, 214. 
relativity of, 2. 
transformations of, 5. 
units of, 8. 

units, relations between, 10. 

Engine, compressed air, 158. 

Ericsson’s, 139. 

Stirling’s, 138. 

Engines, gas, 142. 
hot-air, 138. 
steam, 283. 

Entropy, as a coordinate, 68. 
first definition of, 59. 
of gases, 100. 
of liquid, 179. 
of superheated steam, 215. 


Equation of Clausius, 200. 
of perfect gas, 17. 
of van der Waals, 20, 200. 
of vapor mixture, 184. 

Equations for gases, 94. 

for discharge of air and steam, 255. 
for superheated steam, 203. 
general, of thermodynamics, 79. 

Equilibrium of thermodynamics systems, 
87. 

Ericsson’s air engine, 139. 

Exact differentials, 30. 

Expansion of gases, adiabatic, 103. 
at constant pressure, 101. 
isothermal, 102. 

E.xpansion valve, 272, 309. 

Exponent n, determination of, 108. 

External work of a system, 37. 

First law of theimodynamics, 35. 

Fliegner’s equations for flow of air, 255. 

Flow of air, equations for, 255. 

Flow of fluids, assumptions, 244. 

experiments on, 243, 254. 
formulas for discharge, 255 
fundamental equations, 244. 
graphical representation, 247. 
through orifices, 252. 

Flow of steam, Grasliof’s equation, 256. 
Rateau’s equation, 256. 
Napier’s equation, 257, 

Free e.xpansion of gases, 58. 

Friction in nozzles, 262. 

Frictional processes, 74. 

Fuels, 118. 

Gas, characteristic equation of, 93, 277. 
constant B, value of, 92. 
constant, universal, 113. 
constants, relations between, 112. 
free expansion of, 58. 
permanent, 89. 

Gas-engine cycles, comparison of, 148. 

Gases, entropy of, 100. 
general equations for, 94. 
heat content of, 99. 
intrinsic energy of, 97. 
laws of, 89. 
mixtures of, 114. 
specific heat of, 96, 124. 

Graphical representation of energy equa- 
tion, 43. 

of flow of fluids, 247. 

Grashof’s equation, flow of steam, 256. 


lai content oi gases, yy, 

of saturated vapor, 173, 177. 
of superheated steam, 210. 
lat, effects of, 35, 
latent, 20. 

tncchanical equivalent of, 11. 

mechanical theory of, 3. 

af liquid, 171, 174. 

sf vaporization, 171, 175. 

specific, 24. 

total, 172, 177, 213. 

anits of, 0. 

iating of air by internal combustion, 
141. 

lating value of fuels, 118. 
inning’s formula for latent heat, 176. 
)ll)orn and Henning’s experiments, 
205. 

)t-air engines, 138. 
imidity, 229. 

equality of Clausius, 63, 

t(!rnal comlsustion, heating by, 141. 

trinsic energy, 30. 

of gases, 97. 

of superheated steam, 214. 
of vapors, 172. 

■evorsiblo adiabatics, 75. 
processes, 47. 
processes, waste in, 57. 

Kuliabatic cycles, 136. 
alynamic change of vapor, 190. 
processes, 42. 
irnetric lines, 22, 

)piestic lines, 22. 

>thermal, definition of, 21. 
expansion of gases, 102. 
of superheated steam, 217. 
of vapor mixture, 188. 
an ir<8-plane, 70. 
af steam and air mixture, 232. ' 

i, work of, 298. 
ale’s cycle, 145. 
experiments, 11, 
law, 90. 

ale-Thomson coefficient, 276. 
effect, 275. 

ilvin’s absolute scale, 55. 
jtatement of the second law, 50. 
loblauch’s experiments, 201. 
loblauch and Jakob’s experiments, 205. 

ngen’s equations for specific heat, 124, 
205. 

tent heat, 26. 

external, 172. 

Henning’s formula for, 176. 


Latent heat, internal, 172. 

of expansion, 27. 
of pressure variation, 27. 
of vaporization, 171, 175. 

Laws of gases, 89. 

Lenoir cycle, 162. 

Linde’s process for liquefaction, 280. 
Liquefaction of gases, 280. 

Liquid curve, 166. 

Mallard and Le Chatelicr’s experiments, 
205. 

Marks’ formula, 170. 

Maxwell’s thermodynamic relations, SO 
Mean specific heat, 210. 

Mechanical energy, units of, 9. 
Mechanical equivalent of heat, 11, 
theory of heat, 3. 

Mixture of gases and vapors, 228. 
of gases, specific heat of, 125. 
of steam and air, 232, 236. 

Moist air, constants for, 230. 

Moisture in atmosphere, 228. 

Molecular specific heat, 123. 

weights. 111. 

Mollier’s chart, 223. 

use in flow of fluids, 251. 
use in steam turbines, 302. 
Munich experiments, 201. 

Napier’s equations, flow of steam, 257. 
Nozzle, De Laval, 258. 

Nozzles, design of, 264. 
friction in, 262. 

Otto cycle, 142, 148. 

Peake’s throttling curves, 273. 

Perfect gas, definition of, 18. 
equation of, 17. 

Permanent gas, explanation of term, 
89. 

Perpetual motion of first class, 6. 

of second class, 8. 

Polytropic change of state, 104. 
changes, specific heat in, 106. 
cimve, 71. 

Potential efficiency, 292. 

thermodynamic, 77, 87. 

Pressure and temperature, relation be- 
tween, 167. 

Pressure compounding, 296. 
critical, 199. 

turbines, action of, 298, 305. 

Products of combustion, 119. 

Quality of mixture, 165, 
variation of, 185. 


’s cycle, 284. 

effect of changing pressure, 
289. 

incomplete expansion, 288. 
with superheated steam, 
286. 

a, 168. 

1 formula, flow of steam, 286. 
alar cycle, 73. 

iting machine, analysis of, 311. 
ition, air, 149. 

1 used in, 310. 
apor media, 308. 

I heat engine, 74. 
le processes, 47. 

3 and Moorby’s experiments, 12. 
’s experiments, 11. 
ngine, 294. 

mant’s hypothesis, 254, 
d vapor, 165. 

energy of, 172. 
entropy of, 179. 
heat content of, 173, 177. 
latent heat of, 171, 175. 
specific heat of, 182. 
surface representing, 166. 
total heat of, 172, 177. 
m curve, 166, 182. 
rature, 165. 

iw of thermodynamics, 50. 
aann’s interpretation of, 65. 
heat, 24. 
curves, 209, 211. 
in polytropic changes, 106. 
Langen’s formulas for, 124. 
mean, 210. 
heat, molecular, 123. 
of gaseous mixture, 125. 
of gaseous products, 123. 
of gases, 96. 

of saturated vapor, 182. 
of superheated steam, 204, 273. 
i^olume of vapors, 177. 
id air, mixture of, 232, 236. 

1 temperature of, 199. 

3 volume of, 177. 

180. 

il properties of, 173. 
leat of, 172, 177. 
irbine, 294. 

classification of, 295. 
compared with reciprocating 
engine 294, 
compounding, 296. 

Curtis type, 304. 
impulse and reaction, 296. 
influence of high vacuum, 307. 
low pressure, 307. 


Steam turbine multiple stage, 302. 

pressure type, 298, 305. 
single stage, 300. 
velocity and pressure, 296, 

Stirling’s engine, 138. 

Sulphur dioxide, saturated, 182. 

superheated, 223. 

Superheat, degree of, 165, 196. 

Superheated ammonia, 223. 

Superheated steam, 165, 196. 

changes of state, 216. 
energy of, 214. 
entropy of, 215. 
equations for, 203. 
heat content of, 210. 
specific heat of, 204, 273. 
tables and diagrams, 221. 
total heat of, 213. 

Superheated sulphur dioxide, 223. 
vapor, characteristics of, 196. 

Surface, characteristic, 20. 

representing saturated vapor, 166 

System, defined, 15. 
state of, 15. 

Temperature, absolute, 18. 

and pressure, relation between, 167. 
critical, 199. 

Kelvin scale of, 55. 

Temperature of combustion, 127. 
saturation, 165. 
scales, comparison of, 91. 

Temperature entropy representation, 68. 

Thermal capacities, relation between, 27. 
capacity defined, 24. 
efficiency, 291. 
energy, 4. 
lines, 21. 

properties of steam, 173. 

Thermodynamic degeneration, 8. 
potentials, 77, 87. 
relations, 80. 

Thermodynamics, first law of, 35. 
general equations of, 84. 
scope of, 1. 
second law of, 50. 

Throttling calorimeter, 271. 
curves, 273. 
loss due to, 269. 
processes, 268. 

Total heat of saturated vapor, 172, 177. 
of superheated steam, 213. 

Transformations of energy, 5. 

Tumlirtz equation for superheated steam, 
204. 

Turbine, steam, see Steam turbine. 

Units of energy, 8. 
of heat, 9. 

Universal gas constant, 113. 


uum, influence of, on steam turbine, 
307. 

I der Waals’ equation, 20, 200. 
lor, energy of, 172. 
itropy of, 179. 
eat content of, 173, 177. 
itent heat of, 171, 175. 
lor mixture, adiabatic expansion of, 
189. 

:)n.stant volume change, 189. 

.irve.s on 7\S-plane, 186. 
enerul equation of, 184. 
lodynamic of, 190. 
lothermal expansion of, 188. 

)or refrigerating machine, 311. 
jptn-heated, 196. 

;)tal heat of, 172, 177. 

)orizatiou, heat of, 171, 175, 


Vaporization, process of, 164. 

Vapors used in refrigeration, 310. 
Velocity compounding, 297. 

Volume, critical, 199. 
specific, of vapor, 177. 

Waste in irreversible processes, 57. 
Water, critical temperature of, 199. 
jacketing, 155. 

vapor, thermal properties of, 173. 
Wiredrawing, 268. 

Work, conversion of, into heat, 57. 
external, of expansion, 37. 
of a jet, 298. 

Zero curve, 186. 

Zeuner’s equation for superheated steam, 
204. 


